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Baeibbian Lbotxjeb 

Physics above 20,000 kg./cm.” 

By P. W. Beiogmait, Poe. Mem. R S. 
Harvard University, U.8.A. 

{Delivered 4 May 1950 —Received 4 Ma,y 1950) 
[Plate 1] 


Pressures up to the general order of 20,000 kg./cm.^ may be obtained and their 
effects measured in vessels made of single blocks of the best grades of steel. There 
is no sharp limit to the pressures which may be so obtained, for the life of the 
apparatus decreases rapidly in the 20,000 region, so that the upper hmit is dictated 
by considerations of economy in conjunction with the significance of the pheno¬ 
menon under investigation. The absolute Hmit for such mono-bloc apparatus for 
even a single appHcation of pressure is, in my own experience, something less than 
30,000 kg./cm.^. To reach higher pressures some diff'erent principle of construction 
must be employed. In this lecture I propose to review some of the technical 
problems which arise in constructing such apparatus and to indicate some of the 
experimental results in the pressure range above 20,000 kg./cm.^. 

In the construction of ap^iaratus for this range it is almost necessary to afford 
external support for the vessel in such a way that the support becomes more effec¬ 
tive the higher the internal pressure. Tliis rules out for our consideration apparatus 
of the conventional built-up construction, in which the support is suppHod by 
shrunk-on hoops, or in similar ways, as by wire winding as in a gun. Furthermore, 
there is no essential advantage in such built-up construction, for a true mono-bloc 
apparatus can be thrown into a state of stress similar to the built-up apparatus by 
a preliminary stretching beyond the elastic limit. All my mono-bloc apparatus does 
receive such a prehminary treatment. In fact, the distribution of stress so produced 
in a mono-bloc apparatus is somewhat more effective than that in the equivalent 
composite apparatus, because the distribution of stress is uniform. The built-up or 
the ‘auto-frettaged’ mono-bloc apparatus reaches an obvious upper limit when the 
initial compressive stress at the inner surface exceeds the critical plastic flow stress. 

A simple method of giving support to the external curved surface of a pressure 
vessel is shown in figure 1. The vessel is given the shape of a cone fittmg into 
a similar conical cavity in a massive block. Pressure is produced in the interior in 
the conventional way by the thrust of a piston. It will be seen that the geometry 
is such that the same thrust of the piston which produces the internal pressure also 
drives the vessel as a whole into its comcal seat, and in so doing produces an 
external supporting pressure which moreases proportionally to the thrust. By 
making the external angle of the cone more acute the ratio of external pressure to 
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thrust may be increased indefinitely. Simple considerai.ions show thati, iu‘j'I(H(ting- 
friction, the intensity of external ])ressuro is ocpial to th(» total thrusti dividtsl by 
the area of the annulus the inner and outer radii of which are the ra<lii of tlu'. two 
ends of the conical frustrum of the vessel where it enters and leavess ilu' block. 



FiaxJBE 1. Illustrating the conical support by which the external preBsiire on the proHHuro 
vessel increases proportionally to the internal pressure. 

There are two Kmits to the intensity of the external supporting pressure tliat can 
be reached with this design. One hmit is set by the internal pressure whicli the 
supporting block will tolerate. With blocks of practical dimensions this limit is 
between 15,000 and 20,000 kg./cm.^. It may be increased by making the supporting 
block itself multiple, with one conical sleeve sliding inside another, with the angkvs 
so graded that the successive internal pressures progress smoothly. When using 
more than one stage of support the limitations on the goouK^try imposed by friction 
at the sliding surfaces have made it necessary to provide the longitudinal thrust on 
the vessel independently of the piston. In iiractioe I have not found it necessary 
to use more than two stages of such a multiple construction, because the limit sot 
by the other effect is presently reached. This is an extrusion of the whole pressure 
vessel through the conical support by the longitudinal thrust. 

The upper limit to which I have used vessels constructed with external conical 
support is between 50,000 and 60,000 kg./cm.^. It was obvious that the upper limit 
possible with the particular geometrical design was reached because not infrequently 
fracture occurred on systems of three mutually perpendicular planes. It might be 
possible to improve the geometry somewhat, but no serious investigation was made 
of this possibility because another limit is reached at the same time as the limit on 
the strength of the containing vessel. This is the limit imposed by the strength of 
the piston with which pressure is produced. This limit had already been passed for 
steel pistons, the upper limit of which is in the neighbourhood of 30,000 kg./cm.^‘ 
Most fortunately carboloy, which is tungsten carbide cemented with cobalt and 
which is now much used for tools, is approximately twice as strong in compression 
as the best steel, and has proved to be a suitable material for pistons up to some¬ 
what beyond 50,000 kg./cm.^. The upper limit which I have found for the strength 
of a carboloy piston is somewhat less than 70,000 kg./cm.^, but it is desirable not 
to try for the limit of strength in the piston because carboloy is capricious in its 
upper range. 
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To reach, pressures beyond the 50,000 limit a more effective method of support 
must be found for the vessel, and at the same time some method must be found for 
strengthening the piston. Both ends may be attained simultaneously by immersing 
the entire pressure apparatus, vessel and piston together, in a fluid carrying a high 
hydrostatic pressure. Theoretically this type of construction could be multiplied 
indefinitely, constructing one pressure apparatus inside another, the inner apparatus 
beginning where the outer leaves off. The practical difficulties in such an arrange¬ 
ment are obvious in finding a suitable method of manipulating the irnier pieces of 
apparatus. These practical complications have up to the present limited the ap¬ 
plication of this multiple or 'cascade’ principle to only a single stage. It has now 
been found possible to manipulate a diminutive pressure apparatus inside an outer 
apparatus in which there is a pressure of from 25,000 to 30,000 kg./cm.^. It is 
possible in this way to reach in the inner apparatus pressures of 100,000 kg /cm.^ 
or more and to study some of the effects of such pressures. The increase in range^ 
from 30,000 to 100,000 is more than would be suggested by a hteral application of 
the cascading principle, which would suggest an extension from 30,000 to 60,000. 
The greater than theoretical increase is possible because of the change in the 
intrinsic properties of many materials brought about by a pressure of the order of 
25,000 kg./cm.^. Materials such as steel become indefinitely plastic under such 
pressures, and at the same time support a greatly increased work hardening so that 
they will support greater stresses than normal. Carboloy loses its brittleness, so 
that it will support greatly increased compressive stresses, to which it yields slowly 
and plastically without abrupt fracture. Carboloy also increases in tensile strength 
by a factor of as much as three, at the same time losing so much of its brittleness in 
tension that it is no longer troublesome. This makes it possible to make the 
diminutive pressure vessel for reaching 100,000 of carboloy. Along with the 
increased strength there is another advantage in constructing the high-pressure 
vessel of carboloy in that the elastic distortion of carboloy is only about one-third 
that of steel. The elastic distortion of a steel vessel under such pressures is so high 
as to make it very difficult to manage, the increase of internal area of a steel 
vessel exposed to an internal pressure 100,000 kg./cm.^ being of the order of 
10%. 

Utilizing these two types of support, conical support and complete support by 
a liquid, various sorts of apparatus have been constructed for use in different 
ranges, and different sorts of physical phenomena have been investigated with them* 
The first range is to 30,000 kg /cm.^. An apparatus for this pressure range is shown 
in figure 2 and figure 3, plate 1. The pressure vessel has an inner diameter of 
0-5 in. and an effective volume of the order of 15 cm.^. Pressure is transmitted with 
a true liquid, pentane, which just escapes freeing under a pressure of 30,000 kg./cm.^ 
at room temperature. Electrically insulated leads may be taken into the chamber, 
and means have been found for getting seven such leads into the vessel through 
a single plug. This allows considerable flexibility in the sort of measuring devices 
that may be mounted within the chamber, and it is possible to set up within the 
pressure vessel the equivalent of a miniature laboratory and conduct a wide variety 
of measurements. In fact, there is no reason at all why all the measurements which 
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I formerly made to 12,000 kg./om.^ should not bo oxtcndod to .‘lO.OOO, jiiul this 
l^rogramme is now partly under way. 

Measurements in the 30,000 range aj-o possible of a I'ailior good (b'grcMi ol’ pre¬ 
cision, of the order of 0-1 %. In order to attain this ])rocision th<uv miisi. iti tlu' 



Figxjbe 2. Section of the general assembly of tlie apparatus for producing 30,000 Icg./cni.-. 

first place be pressure fixed points, established with sufficient accuracy. In the range 
to 12,000asinglefixedpoint,the freezing of mercury at 0° C at 7,640kg./cm.‘^, was ade¬ 
quate. The ultimate reference here was to a free piston gauge, of special design. With 
this free piston gauge it was estabhshed that the increase of electrical resistance of 
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niangaiiiii under pressure is linear up to 12,000 kg./cm.^ within 0*1 % Tlie linearity- 
having been established, the manganin gauge could be used as a secondary pressure- 
measuring device, and its constant could be determined by a single calibration 
against mercury freezing under pressure at 0° C. In extending the range from 
12,000 to 30,000 the first question that had to be answered was how nearly the 
manganin gauge is linear over the wider range. This required the finding of new 
standard pressures of reference in the new range. The newly discovered transition 
of bismuth near 25,000 presented itself as eminently suitable, since the transition 
runs cleanly, with little overshooting, and the volume change is large enough to 
make the manipulations easy. To establish the exact pressure of this transition 
required a s]iecial procedure. The free piston gauge I do not beheve can be used to 
pressures materially higher than my previous limit at 13,000 kg./cm.^, because of 
rapidly increasing difficulties due to viscosit}’- of the transmitting medium and the 
magnitude of the forces. At the same time, some method of referring the calibra¬ 
tion to the definition of pressure in terms of force divided by area seemed unavoid¬ 
able. The cahbT*ation was affected by dispensing with the use of any hquid at all, 
transmitting the compressive stress directly to the bismuth with a steel piston, 
making the ratio of thickness of the bismuth to its diameter as smaU as possible 
in order to avoid error from friction, and determining the distortion of the cross- 
section under the internal pressure by auxiliary experiments in which the vessel 
was filled with liquid and the change of cross-section directly measured by a suitable 
device mounted within the vessel. In this way the bismuth fixed point in the 
neighbourhood of 25,000 was established with an accuracy of the order of 0*1 %. 
This point having been fixed, the deviation from linearity of the manganin gauge 
over the greater range was then determined. The correction fortunately turned out 
to be small, the error in extrapolating linearly from the mercury fixed point to 
30,000 being only about 1 %. 

The manganin gauge remains the most convenient secondary pressure gauge up 
to 30,000 kg./cm.^. The most accurate work demands a calibration of each individual 
gauge at two fixed points, those afforded by mercury at 0° 0 and by bismuth at 
room temperature. For much high-pressure work it is accurate enough to calibrate 
at only a single point, which may he conveniently taken as the freezing pressure of 
mercuiy at room temperature instead of at 0° C. 

It is feasible to construct much larger apparatus for the 30,000 range than that 
Just described. One such apparatus has been constructed in an investigation of the 
possibility of the diamond synthesis. The piston diameter was 2 in. and the effective 
length of the high-pressure chamber was 6 in. The piston was actuated by an 
industrial 1000-ton press. There is no apparent reason why still larger apparatus 
should not be constructed. 

The second pressure range is up to 50,000 kg./cm.^. Such an apparatus is shown 
in figure 4 and figure 5, plate 1. It is no longer feasible to transmit pressure with 
a liquid, since all practical liquids have frozen. Even the permanent gases argon 
and nitrogen, extrapolating by the formulas of Simon, would be solid at room 
temperature at 50,000 kg./cm.^. The only substances which remain fluid at room 
temperature at 50,000 kg./cm.^ are hydrogen and heHum. Hydrogen is absolutely 
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ruled out because it attacks steel under pressure, and the technical difficulties in 
handling hehuui make it prohibitive. Pressure must therefore be transmitted by 
a solid—some soft metal is most suitable for this purpose. It might perhaps be 
thought that some soft organic solid such as rubber or paraffin would be suitable, 
but such solids stiffen enormously under pressure and become more rigid than steel 
itself. But the effect of pressure in stiffening a metal, especially one which has 
a simple atom, is much smaller, and it is possible to transmit pressure with lead, or 
better, the softer indium, without too great departure from a hydrostatic condition 
in chambers with a ratio of length to diameter of the order of 2 or 3. Special 
measurements showed that the shearing strength of these metals under a mean 
hydrostatic pressure of 50,000 kg./cm.^ is only a few hundred kg./cm.^, so that the 
departure from hydrostatic conditions is only a fraction of I %. 

It will be realized from figure 5 that the size of the pressure vessel for 50,000 is 
much less than for 30,000. The internal diameter is only 0-25 in. and the capacity 
is of the order of 0-6 cm.^. The pressure in this apparatus is determined from the 
total thrust on the piston and the cross-sectional area. The effect of friction is 
mmimized by using the mean of readings taken with increasing and decreasing 
pressure. The correction for the distortion of the cross-section by internal pressure 
cannot be determined by independent experiment, but is calculated by elasticity 
theory. The correction may be checked by comparing results with those obtained 
in the 30,000 range. The pressures obtained in this way are probably accurate to 
within about 2 %. This apparatus has up to the present been mostly used in making 
measurements involving changes of volume. Such measurements include direct 
measurements of compressibility, and also phase changes, both meltings and 
polymorphic transitions. It is an advantage of this apparatus, as compared with 
that for the 30,000 range, that measurements over a temperature range are easily 
combined with the pressure measurements, whereas with the 30,000 apparatus 
measurements at other than room temperature are inconvenient, although such 
have been made up to 100*^ C. Electrical measurements are more difficult with the 
50,000 apparatus. It is possible, however, to get a single insulated lead into the 
chamber with fairly high current-carrying capacity. With this a few measurements 
have been made of the resistance of semi-conductors up to 50,000 kg./cm.^. 

Brief mention may be made of another apparatus good to 40,000 kg./cm.^. The 
working cylinder of this apparatus is carboloy, in a shrunk-on steel jacket. Sup¬ 
porting pressure is applied in the conventional way by cones. By giving the cones 
suitable angles it is so arranged that the change of cross-section vanishes, and the 
only correction to the apparent change of volume as measured by the displacement 
of the pistons arises from the shortening of the pistons, which is readily corrected 
for and is only 2 %. With this apparatus measurements of considerable accuracy 
may be rapidly made of the changes of volume of solids and of liquids also, the latter 
by sealing inside a lead capsule, over the complete pressure range to 40,000 kg,/cm.^. 
Several hundred substances have been so measured. 

The diminutive apparatus for reaching 100,000 kg./cm.^ is shown in figure 6. 
As already stated, this is mounted inside the vessel of the 30,000 apparatus and is 
completely supported externally by a liquid bearing a pressure from 25,000 to 
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30,000 kg./cm.2. Figure 7 shows the 100,000 a|)paratuH within tfie 30,000 vessc^l. 
At low pressures the 100,000 apparatus is out of action. By properly clioosiiig i,l,o 
amount of liquid in the 30,000 vessel it may be arranged so that the .[ in. piston of 
the 30,000 vessel comes into contact with the 100,000 pistons wlien a pressure of 
25,000 has been reached. From here on pressure rises in botli vessels. Since the 




Figxjbe 6. The mmiatnre pressure Figure 7. Details of the mounting of the 
vessel for producing 100,000 100,000 vessel of figure 6 within the 

kg./cm.2. This is mounted inside 30,000 vessel, 

the 30,000 apparatus. The dia¬ 
meter of the carboloy pistons 
is m. 


100,000 vessel is much smaller than the 30,000 vessel, a given piston motion produces 
a much greater rise of pressure in it, and with the dimensions indicated in the figure 
pressure rises to 100,000 in the imxer vessel before it has reached 30,000 in the outer. 
With this apparatus changes of volume may be measured as a function of pressure. 
The pressure is given by the thrust on the piston and the area. The area changes 
with pressure and a correction has to be apphed for the change. Fortunately, the 
elastic constants of carboloy are three times higher than those of steel, so that the 
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FiuuiiJfl 3. Tlio conical pimsuro voshoI lor 30,000 /em tlie carboloy piston, and the three 

external roinfoicnig rings. 



Ficuire 5 The ('onicaJ pressure vessel for 50,000 kg./cm the carboloy piston (J in. in diameter), 

and the double oxtornal reinforcing rings. 


(.Facing p. 8) 
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change of area in small, 3 % at the maximum, and I have contented myself with 
(jalculating the correction l)y the theory of elasticity. Tlie thrust on the piston 
(*r>uld in principle be measured by determining the extra thrust on the 30,000 |)istoii 
over and above that required to ])rodnce the known pressure in the 30,000 vessel in 
tlie absence of the inner vessel. Such a determination, however, would suffer from 
so much error from the large friction as to be quite impractical. It is necessary to 
measure the thrust on the small |)istons from inside the pressure chamber. This was 
accom])]ishcd by supporting the 100,000 vessel on a 'grid’ which receives the full 
thrust. This 'grid’ is a thin shell of hardened steel, strong enough to withstand the 
thrust, and so cut by a succession of staggered slots as to have a comparatively high 
electrical resistance. The electrical resistance changes with the thrust, and by 
measuring the resistance the thrust may be determined. The thrust coefficient of the 
grid is itself a function of the pressure in the surrounding liquid. Two ways were 
found of determining this coefficient which need not be described here. Since the 
two methods were in full agreement no error may be feared. The motion of the 
pistons wliich determine the changes of volume may be measured with sufficient 
accuracy for many purposes merely by measuring the external motion of the piston 
of the 30,000 apparatus. However, there are various minor errors in the motion so 
determined, arising from friction and hysteresis in the external vessel as it slides 
back and forth in its supporting cones, and for the greatest accuracy the motion 
of the pistons of the 100,000 vessel must also be measured from within the pressure 
vessel. It is not too dillScult to do this by attaching the pistons to a wire sliding 
over a contact and measuring the changes of resistance with a potentiometer. 
Altogether the seven leads of the plug are all occupied: three (with earth) for the 
grid, three (with earth) for the piston displacement, and one for the manganin 
gauge. 

Wo now turn from these technicalities connected with the construction of the 
ap])aratus and the measurement of pressure to consider some of the phenomena in 
the range above 20 , 000 . Most investigated have been changes of volume, including 
in the first place the simple volume compression of single phases. In figure 8 are 
shown the volume changes of some of the more compressible elements up to 
100,000 kg./cm.2. Except for the solidified permanent gases, wliich have not been 
measured over any extensive pressure range, the most compressible elements are 
the alkali metals and the alkali earths. The compressibility increases with increasing 
atomic weight in families of similar elements, which means that caesium is the most 
compressible metal, as shown in the figure. At 100,000 kg./cm.^. the volume of 
metallic caesium is reduced to approximately three-eighths of its original value. 
ITie reason for the increasing compressibility with increasing atomic weight in 
similar families is that the major part of the volume change of solids in this 
pressure range is afforded by the compression of the atoms themselves, and the 
heavier atoms with their more complex electronic structure are more deformable. 
The range of compressibility of solids through the periodic table is large; the least 
compressible element is carbon in the form of diamond. Linear extrapolation of 
measurements of Adams & Williamson ( 1923 ) in a low-pressure range would indicate 
that at 100,000 kg./cm.^ the volume change of diamond is less than 1*8 %. All 
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the elements shown in figure <S arc crystalline except selenium, the volumes ot this 
are for the glassy amorphous modification. Compared with tl)o crystallim^ t'tlcujumis 
this shows a characteristic difference, the initial compressibility Iwiug relai-ively 
high, with a relatively rapid drop of compressibility at higher prossmns. lliis is 
shown in the figure by the crossing of the curves for barium and sekuiium and 
lithium and selenium. The reason for the relatively high initial compressibility oi 
the glassy selenium and its relatively rapid drop at higher jnessnres is that iniihilly 
there are comparatively large empty spaces between the molecules because of dioir 
haphazard arrangement, and at higher pressures the emptj^ spac(‘.H got s{|ueoz(al 
out and the atoms forced into more effective contact. The same plumonumon is 
shown much more strikingly by the true licpinls. Initially all luiuids have n rebi- 
tively high compressibility, ten to one hundred times that of the common soli<l 
elements. This high initial compressibility is rapklly lost, however, as the vuicanii 
spaces betw’'een the molecules are squeezed shut. For example, the compression 
curve of methyl alcohol rises initially twice as rapidly as tliat of caesium, but in the 
neighbourhood of 16,OOOkg./cm.^itcrossesit and near 37,000 crosses that of rubidium. 
At 50,000 kg./cm.^, which is the limit of the measurements for liciuids, tlio com¬ 
pression of methyl alcohol is almost exactly 0-4. This is also very approximately the 
volume compression under 50,000 of nearly all common li(piids, including organic 
compounds and such other common liquids as water and carbon bisul])hidc, but 
excluding liquid metals like mercury. The solid pliase of compounds noimally 
liquid is always less compressible than the liquid phase at the same pressure and 
temperature, but the difference is not largo. It is a conseipu’suce thai the volumes 
decrement between 25,000 and 50,000 kg./cm.^ of the solid phase of th(^ eonimou 
liquids varies over a surprisingly small range, how small is shown in table I j^k>r 
comparison in the same table are shown the volume decremumts in the sanu^ 
pressure range for those substances which remain liquid in the subcoolcd condition 
at these pressures at room temperature. Again the variation in numerical magni¬ 
tudes is small. In both cases, for solids and liquids, the compression in this pressure 
range must be essentially that of the molecules themselves, which means the sum 
of the compressibilities of the constituent atoms. This small compressibility range 
must be more or less fortuitous in view of the range of compression of all the 
elements, but it would seem indicated that the atomic compression of the con¬ 
stituents of the common compounds, that is, hydrogen, carbon, oxygen, nitrogen, 
chlorine, bromine and sulphur, do not differ greatly from each other. 

Perhaps the most dramatic example of a high initial compressibility at low 
pressures and its exhaustion at higher pressures due to removal of the empty spaces 
between the structural units is afforded by quartz glass. Quartz glass is one of a few 
abnormal substances the compressibility of which increases with increasing pressure. 
The curve of volume versus pressure is therefore concave toward the pressure axis. 
The concavity continues up to 35,000 kg./cm.^, the slope of the curve continually 
increasing. At 35,000 the concavity abruptly ceases, there is a cusp in the cxirve of 
volume versus pressure, and at pressures beyond 35,000 the curve is convex and 
the compressibility decreases as is normal with rising pressure. Qualitatively, the 
effects are as if the quartz glass initially contained lenticular cavities, which with 
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increasing ])ressure are squeezed flatter and flatter and thus offer continually 
decreasing resistance to further compression, until at 35,000 the opposite sides of 
the lenticular cavities are squeezed into contact, and the effect abruptly ceases. 

In figure 8 the curves for caesium, barium, bismuth and antimony contain step¬ 
like discontinuities; these are due to polymorphic transitions. Of these four ele¬ 
ments bismuth has the largest number of transitions, actually five instead of the 
four shown in the figure, the lower large transition being actually two transitions 
so closely spaced that they could not be resolved in the figure. Bismuth thus has 
six known modifications. There is a very close parallelism between these modifica¬ 
tions of bismuth and those of ice. The number of known stable modifications is the 
same for both substances, and, furthermore, both bismuth and ice are abnormal in 
that the solid stable at atmospheric pressure is less dense than its liquid. Antimony 
is known to be similar to bismuth in its crystal structure. It is therefore natural to 
suppose that the transition of antimony at 85,000 kg /cm.^ corresponds to the 
first of the two transitions at 25,000. 


Table 1. Volume decrements, in fractional parts of initial volume, 
BETWEEN 25,000 AND 50,000 KO./CM.^ 


solids liquids 


methyl alcohol 

0-053 

methyl alcohol 

0-054 

ethyl alcohol 

0-057 

yi-propyl alcohol 

0-067 

w-butyl alcohol 

0-053 

- 2 /-propyl alcohol 

0-066 

ethyl bromide 

0-059 

n-amyl alcohol 

0-063 

-propyl bromide 

0-045 

n-butyl bromide 

0-070 

ethyl acetate 

0-054 

ethyl acetate 

0 061 

n-amyl oxide 

0 059 



chloroform 

0-054 



carbon bisulphide 

0-059 



benzene 

0-055 



chlorobenzene 

0-054 



methylene chloride 

0-051 



ethylene bromide 

0 056 



cyclohexane 

0-052 



methyl cyclohexane 

0-051 



p-xylene 

0-045 



water 

0-047 




In addition to the polymorphic transitions shown in figure 8 a large number of 
others have been studied, most of them over a range of temperature as well as of 
pressure, so that the complete phase diagrams are known and the thermodynamic 
parameters of the transitions are completely established- Polymorphism proves 
to be a very common phenomenon. Approximately one-third of all substances 
examined in the temperature range up to 200° C exhibit polymorphism, and in 
many cases the new polymorphic forms exist only in the high-pressure domain. 
Under the very wide ranges of temperature and pressure encountered in the crust 
of the earth it would seem probable that most substances exist in crystalline 
modifications not known in the laboratory. Since polymorphic changes are in 
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general accompanied by volume changes, the imporianoo ol this for gc'sopljysicH ik 
obvious. 

The transition of caesium at 45,000 kg./cm.^ shown in figure 8 is in all prth»ahili(y 
of a different type from the others hitherto considered. All these oth(^!‘ i»ra.nsilions, 
including the transition of caesium at 23,000, doubtless correspond to a chaiige of 
lattice. There is theoretical support for this in the case of the transition ol (^ac^siuni 
at 23,000, At atmospheric pressure caesium crystallizes in the hody-centred (uihic^ 
arrangement. Bardeen ( 1938 ) has succeeded in calculating the prossurc^-volunu^ 



Fioxjbb 8. The relative volume decrements of a number of elements to 100,000 kg./cm.‘-^ at 
room temperature. The discontinuities are polymorphic tranBxtions. 

curves for all the alkali metals with a gratifying agreement with experiment. In the 
course of the calculation he found that caesium should have a reversible ti‘ansition 
to the face-centred cubic arrangement, and predicted the occurrence of the transi¬ 
tion at the pressure indicated, 23,000, before the existence of the transition had 
been certainly established by experiment. Now the face-centred cubic arrangement 
is close-packed, so that it would seem that no other lattice is to be expected at still 
higher pressures. The transition at 45,000, with its large change of volume of 16 %, 
would seem therefore to be a consequence of some electronic rearrangement within 
the atom. This surmise was later checked by detailed calculation by Sternheimer 
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(1949), who found that a change of an electron from a 6.9 to a M orbit is in accord 
with all the exjieriniental data Kocently, another probable example of the same 
sort of thing has been found. Several years ago I found a transition in cerium at 
12,000 kg /cm.‘^ with a volume change of 16 %, practically the same as the change 
of volume of caesium. Recently at the University of Chicago (Lawson & Ting-Yuan 
Tang 1949 ) X-ray photographs have been obtained by a most ingenious technique of 
the high-pressure modification while under pressure, and it has been estabhshed that 
there is no change of lattice at the transition. In this case also detailed calculation 
has shown the probable change of electromc orbit to account for the transition. 

Caesium and cerium suggest what may be expected in other cases in the domain 
of pressure of the order of millions or tens of millions of atmospheres. At still higher 
pressures theory indicates that all atoms break down and their behaviour under 
pressure becomes simple, approaching that of a perfect gas. In the range up to 
100,000 kg./cm.^ this ultimate behaviour is hardly even foreshadowed. There have 
been a number of attempts to extrapolate the experimental data into the transitional 
zone and beyond by making some sort of smooth connexion between the experi¬ 
mental results and the presumptive ultimate simple behaviour of a perfect gas. The 
results for caesium and cerium would suggest that it may well be that the curves 
in the transitional zone are not smooth, but may be full of discontinuous incidents 
as different electronic orbits successively break down or are rearranged. 

All the transitions considered up to now, whether due to changes of the lattice 
or to electronic rearrangements, are reversible. In addition, there are irreversible 
transitions produced by pressure. Black phosphorus was an early example. Black 
phosphorus is formed irreversibly from yellow jihosphorus by exposing it to 
pressures above 12,000 kg./om.^ at temperatures above 200 ° C. More recently, it 
was found that red or violet iihospliorus may bo irreversibly transformed to black 
at room temperature by pressures of 50,000 or higher. Black phosphorus is in¬ 
definitely stable under atmospheric conditions with respect to other modifications, 
and has radically different physical properties, such as electrical conductivity. 
Another example is carbon bisulphide. At pressures above 40,000 kg./cm.^ and 
a temperature of 175° C or higher this is irreversibly changed to a permanent black 
solid Neither of these irreversible transitions was predicted, and even yet there 
seems to be no adequate theoretical method of predicting when such changes are 
to be expected. Until we have command of some method of prediction the 
possibility must be kept m mind that there may be other common substances which 
can be permanently changed into new forms with radically different properties 
by the application of a pressure sufficiently high to exceed some threshold value. 

Wo next briefly consider another sort of effect produced by pressure, namely the 
change in the viscosity of liquids. Studies already made of the effect of pressures 
up to 12,000 kg./cm.^ had shown that in general the effect is very large, and that 
instead of tapering off at high pressure it becomes more accentuated. If the 
logarithm of the viscosity is plotted against pressure it will be found that in general 
at low pressures the curve is concave toward the pressure axis, but there is a point 
of reversal, and at the upper end of the range the curve becomes convex toward the 
pressure axis, indicating an eventual increase of viscosity more rapid than ex- 
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poiiential. The magiiitiule of the effect is a stimig fiiociion of the cotnplc^xiiy ofiUi^ 
molecule, as is also the pressure of reversal of curvature, which (XHUirs at liiglua* 
pressures the simpler the molecule. It seemed to be of cousi(lera.()l<^ iiitcuxNst (.<> 
extend the measurements above 12,000 kg./cm.^, both because of the light that siuih 
measurements might throw on the functioning of apparatus immersed in fluids up 
to 30,000, and because of the intrinsic interest from the point of view of theory of 
liquids. Furthermore, there is obviously an immediate application to the ])i’oblenis 
of geophysics. 

Extension of the range of viscosity measurements to 30,000 demands a riMiesign 
of the apparatus. The former falling weight is now replaced by a swinging vmm), 
which swings on a longitudinal axis back and forth between stops as the w holes 
pressure apparatus is rotated about a longitudinal axis. With a given sct-u|) 
viscosity is jiroportional to the time of swing. By suitable changes in tlu’> wcnghl, 
and the geometry of the vane it was possible to cover by actual measuixmumt a 
range of lO^Told in the absolute viscosity, a range a hundred-fold greater tliaji wifh 
the former apparatus. The apparatus having been constructed, there were not 
many liquids which could be made the subject of measurement witli it, sinc^e, as 
already stated, most liquids freeze at 30,000 kg./cm.^ at room temperature. Homo 
half a dozen liquids were measured over the entire range. Five ol’ tlu^so, four 
alcohols and ethyl bromide properly, by thermodynamics, should have frozen but 
remained liquid by subcooling. The sixth liquid, pentane, is just on the vcrg(^ of 
freezing under the extreme pressure. With these liquids the same effects were found 
in the extended pressure range that had been found previously to 12,000. 
results are shown in figures 9 and 10. Eventually all the curves of logiiritihm of 
viscosity versus pressure turn upward. The pressure of upturn was biglu\st for 



Fig*ube 9. The viscosity of tliree liquids as Figtoe 10. The viscosity of three liquids 
a function of pressure. to 30,000 kg./cm.^. 
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metky] alcohol, 2(1,000 kg./cni Of the six liquids measured methyl alcohol has 
the simplest molecular structure, so that the former generalization holds. The 
former generalization with regard to the connexion between the magnitude of the 
pressure effect and the complexity of the molecule also holds. These generalizations 
were emphasized by measurements on a new class of liquids, the dimethjd siloxanes, 
the molecules of which are highly complex. These liquids increase so rapidly in 
viscosity that measurements could not be carried beyond 12,000 kg./cm.^, where the 
increase of viscosity already exceeded 10^-fold. At pressures of 30,000 such liquids 
must become as hard and stiff as the conventional glasses. 

Finally, I shall briefly mention a different type of measurement which is still 
in progress so that only preliminary results have been yet obtained. These are 
measurements of the electrical resistance of metals up to 100,000 kg./cm.^. There 
are obvious technical difficulties in such measurements. In the first place, pressure 
must be transmitted by a solid, since there are no liquids at these pressures at room 
temperature. The solid which transmits pressure must be an insulator, and there 
must be some method of minimizing or controlling the distortion produced by it 
in the metal under measurement. If one examines figure 7, in which is shown 
the apparatus for measuring volume changes up to 100,000 mounted within 
the 30,000 apparatus, I think it will be agreed that the difficulties are over¬ 
whelming against a straightforward extension of the same scheme of construction 
to resistance measurements, since this would demand getting leads through the 
walls of the 100,000 cylinder and all the accom]ianying manipulations. Some 
radically different method of approach is indicated. 

The leading idea is the same as that which I had previously employed in realizing 
in steel apparatus shearing stresses uj) to the plastic flow limit combined with mean 
hydrostatic pressures of 50,000 kg./cm.^. This pressure is much beyond the normal 
compressive strength of steel. The principle is that small surface areas on massive 
blocks may be stressed much beyond the stresses which normally produce fracture 
when the stresses are uniformly distributed, the highly loaded local parts receiving 
support from the surrounding unloaded regions. Simple examples of the operation 
of the principle are given by two crossed knife edges pressed against each other 
or by the cone of a Brinell hardness testing machine. Figure 11 illustrates the 
application to the present problem. Two carboloy blocks, 1 in. in diameter, rein¬ 
forced with shrunk-on steel rings, confront each other between the platens of 
a hydraulic press. The two blocks are separated from each other by a layer of 
insulating material 0*010 in. thick and 0*500 in in diameter. Embedded in the 
insulating material is the metal to be measured, in the form of a thin strip. The ends 
of the strip are brought through the insulator to make contact with the carboloy 
blocks, one end with one block and the other with the other. By attaching current 
and potential leads to the two carboloy blocks, one of which is insulated from the 
press, the resistance of the strip of metal embedded in the insulator may be 
measured. The carboloy blocks may be pushed together by the press with an 
intensity reaching up to 100,000 kg./cm.^ over the area of contact with the insulator. 

Details of the insulating region separating the carboloy blocks are shown in the 
lower part of figure 11. The outer edge of the insulator is a ring of pipe stone 
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(Catlirdte) | in. outside diameter and f| in. inside diameter. Tlie ro.st of the insulati ng 
material is silver chloride, which is plastic and transmits pressure a])pr()xiraatcly 
hydrostatically. The function of the pipe-stone ring is to prevent, by friction against 
the carboloy blocks, the lateral extrusion of the silver chloride. The crushing 
strength of the pipe stone is low enough, so that the load is distributed essentially 
0 'y'er the entire area of contact. The deformation of the silver ohloiidi. ami 
of the metal embedded in it is obviously not a true hydrostatic compression Imt is 
a one-dimensional shortening along the axis of the carboloy blocks, since the cliange 
of dimensions of the carboloy parallel to the face of the block is negligible. 'This 
means that the strain in the metal strip undergoing deformation is equivalent 1,0 
a uniform hydrostatic compression on which has been superposed a uiiiloi m two- 
dimensional dilatation. This dilatation does not result m fracture of tlic metal 
because of the ductility imparted to metals by high pressure. It results tliat the 
distortion of the specimen is reproducible and specifiable so that the measured 
changes of resistance may be corrected to give the changes that would be found if 
the strain were a true hydrostatic compression. 



FiaiTRE 11. General scheme of the method for measnrmg the resistance of metals to 
100,000 kg./cm.^. In the lower part of the figure the metal is shown embedded in a plastic 
insulator (silver chloride) ready for mounting between the carboloy blocks above, by 
which the pressure is applied. 

Prehminary results have been obtained for a number of the more easily handled 
metals. In general, there is very marked deviation from linearity between i)ressure 
and change of resistance, as, indeed, there must be, since the metals measured are 
those whose resistance decreases under pressure. Although the curvature is marked, 
no instances have yet been found in which the resistance passes through a minimum 
and then increases. Examples of such behaviour had been previously found for the 
alkali metals, and it was surmised that other metals would behave similarly at 
higher pressures, but no such instances have yet been found. One abnormal metal 
has been measured, bismuth. The occurrence of the various polymorphic transitions 
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manifests itself by disturbances in the curve of resistance against pressure. The 
disturbances are, however, relatively slight, and it would appear that the precise 
lattice type is not an important factor in determining resistance under these 
conditions. 
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Kinetic salt effects on the inversion of sucrose 

By E. a. Gijggekheim, E.R.S., Department of Chemistry, Reading University 
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The rate of inversion of sucrose by strong acids has been measured at 24*7® C by a method 
which eliminated the mutarotation lag and the end-point uncertamty. The rate was proved 
to be strictly first order for at least 54 hr. and the first-order rate constant was determined 
with an internal consistency better than 1 %. 

In 0*1 M hydrochloric acid the first-order rate constant ki is Imear m S, the number of 
gi'ams of sucrose in a litre, according to the formula 

X lOVmin -1 = 7-13 + 0 97x 

For sucrose at 30 g./l. hydrolysed by smgle strong acids at molarities up to 0*2, the first- 
order rato constant is related to the molarity c of strong acids by the formula 

hjmmr^ = 6-95 x x 

where is a constant determined by the anion as follows: 

or, 0 28; Br~ 0-35; 010“, 0-38; NO", 0 30. 

In similar experiments with mixed strong acids or a strong acid with the addition of 
a neutral uni-univalent salt, the experimental results can be expressed by the formula 

where % denotes the molarity of strong acids and c, the molarity of each anion. Each has 
the same value as in the formula for single acids. This formula is in accordance with 
Bronsted’s prmciple of specific mteraction. 

In experiments on solutions contammg bi-univalent and tri-univalent salts there is 
a further small negative salt effect of the multivalent cations increasmg with their valency. 
This effect mdicates that the prmciple of specific mteraction becomes detectably inaccurate at 
these higher ionic strengths. 

Our results are compared with those of other workers. On the whole there is good agreement 
withm the experimental accuracy of the various data. Certain discrepancies m absolute values 
of the rates are probably attributable to uncertamties of 0 1 ° C or less m the temperature. 


1 . Intbodtjction 

The object of the research here described was to determine as accurately as possible 
in dilute aqueous solutions the magnitude of the kinetic salt effects on the inversion 
of sucrose catalysed by hydrogen ions. The experimental work described was carried 
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out in the Chemistry Department of University College, London, diirhig the yea-rs 
1936 - 8 . It was then interrupted. At that time we hoped that the work might, he 
resumed at some later date, but we now realize that for reasons beyond our cont.i'ol 
the opportunity for this wiU not arise. Although our original programme is thus 
incomplete, we believe that the results obtained are of sufficient interest to merit 
description. 


2. Gbneeal theoky 


The foundation of the theory of primary kinetic salt effects was laid by Bronsted 
(1922a). All subsequent progress has been built on this foundation. Reviews of 
the experimental support of the theory have been given by Livingston (1930) and 
by La Mer (1932). Bronsted’s fundamental equation for the bimolocular rale 
constant of a reaction involving a molecule A and a molecule B, and possibly jilso 


the solvent, is 


7^2 — ^ 2 /j/W/xj 


( 2 - 1 ) 


where is characteristic of the reaction, the solvent and the temperature but is 
independent of the concentrations of the reactants or any other substances present 
in dilute solutions; /^, /g, f;^ denote the activity coefficients of the reacl.ant A, the 
reactant B and the reacting complex X formed by A and B in collision. 

To make quantitative use of (2*1) we require formulae expressing the activity 
coefficients in terms of the composition of the solution. For this purpose it is con¬ 
venient to use formulae proposed by one of ns (Guggenheim 1935, 1936), wherein 
the formulae of Debye & Hiickel (1923) have been adapted so as to ombt*aee liriin- 
sted’s (19226) principle of specific interaction of ions. We accordingly write for the 
activity coefficient/^ of an ion of type i having a vahmey 

= + ( 2 - 2 ) 


where I denotes ionic strength, Cj denotes the concentration of ions of typo j, 
A depends only on the solvent and the temperature; depends on the solvent, 

the temperature and the nature of the ions i and j. In accordance with the principle 
of specific iuteraction, the summation extends only over ions of opposite charge 
to the ion i. Formula (2-2) has been shown (Guggenheim 1935, 1936) to be in good 
agreement with the best experimental data in aqueous solutions at ionic strengths 
up to 0-1. It has further proved useful in correlating experimental data on acid base 
iudicator equilibria (Guggenheim & Schindler 1934). 

For the inversion of sucrose catalysed by hydrogen ions 

sucrose + +HjO -^X-^ glucose+fructose + !!■*■, 


formula (2'1) becomes 


^2 — ^E/s/hZ/x; 


(2-3) 


where S denotes sucrose. The reacting complex X has a single positive charge the 
same as the hydrogen ion. Consequently, when we use (2'2), the terms proportional 
to cancel and we are left with 


*2 = jfcg X 


( 24 ) 



19 


Kinetic salt effects on the inversion of sucrose 


where the siiinmatlon extends over all anions, but not cations. In the simple 
case when the solution contains no electrolyte except a single strong acid such as 
HGl, formula (2*4) reduces to Jc2 = k^x 10-^^ (2*5) 


where c now denotes the concentration of the strong acid. will depend on the 
temperature and possibly on the sucrose concentration if this is high enough to affect 
appreciably the physical properties of the medium. Formulae of the type (2*5) 
have often been used empirically (see, for example, Schmid & Olsen 1926). Bronsted 
(1926) himself derived formulae equivalent to (2-4) and (2-5), starting from a formula 
differing from (2*2) by the omission of the factor 1 in the denominator of the 
first term. Such a derivation is valid only for ionic strengths less than 0*01, whereas 
our derivation is sound for ionic strengths up to about 0*1. 

When we describe our exj)erimental results we shall compare them with these 
theoretical formulae We shall also use these formulae in §11, where we discuss 
experimental results of other workers. 


3. MutABOTATIOH LAO 

It is well known that the hydrolysis of sucrose into glucose and fructose is followed 
by the mutarotation of both products at rates greater by a factor of about 10^ than 
that of the hydrolysis. Thus the optical rotation at any moment will differ by a small 
but not constant amount from the value it would have if mutarotation were 
instantaneous. This is sometimes called the ^mutarotation lagh 

In order to obtain the best conditions for the theoretical interpretation of the 
Idnetic salt effects it was desirable to work at low concentrations. Under these 
conditions the salt effects to be measured are small, and so the highest attainable 
accuracy was desirable. A rough estimate indicates that the mutarotation lag, if not 
eliminated, could introduce an error in the rate constant less than 1 % but greater 
than OT %. We decided initially to aim at an accuracy better than 1 %, and it 
therefore seemed desirable to eliminate the mutarotation lag. We eventually came 
to the conclusion that our measurements of the rate constant were in fact accurate 
to 1 % but no better. As far as accuracy is concerned it would therefore have mattered 
little if we had not troubled to eliminate the lag. 

There is, however, another and more important reason for eliminating the muta¬ 
rotation lag. It has been alleged (Pennycuick 1926; but see Scatchard 1926) that the 
inversion of sucrose is not exactly a first-order reaction. We wished to resolve this 
question unambiguously, and for this purpose it seemed essential to eliminate the 
mutarotation lag. We achieved this by the following procedure. 

Samples of the reacting mixture were neutralized with a slight excess of alkali 
before measurement of the optical rotatory power. Neutralization of the acid com¬ 
pletely stops the hydrolysis of the sucrose and the further addition of a minute 
excess of alkali completes mutarotation practically instantaneously. 

A somewhat similar technique was used by Fales & MoreU (1922), but these authors 
added only enough alkali to make ‘ neutral to litmus which means a pH somewhere 
between 6 and 8. If the pH were nearer 6 than 8 the mutarotation would be far from 
instantaneous. 
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4. Matebials uski) 

The sucrose was an Analar product obtained in largo l)atclK\s, so i-hat sa!npl<\s 
from the same batch could be used in as many runs as possible. I'lie several haictu's 
were intercompared and no systematic difference was detected. Tlic sucrose was 
obtained as large crystals which were ground into a powder and then dried in 
a desiccator for at least twelve hours. Tests for moisture and ash content gave 
results well within the Analar specifications. 

The hydrochloric acid solutions were made up by weight from the constant-boiling 
acid. The hydrobromic acid used was Analar constant-boiling acid wliich was 
redistilled to remove bromine, the absence of which was confirmed by testing with 
potassium iodide and starch. The perchloric acid was an Analar 20 % solution and 
the nitric acid was also Analar. All the acid solutions were standardized by titrat ion 
against Analar sodium carbonate. 

The salts used, except the lanthanum chloride supplied by Hopkms and 
Williams, were Analar products. The calcium chloride and magnesium chloride 
were made by dissolving calcium carbonate and magnesium oxide rospc(;tivoly in 
the required amount of hydrochloric acid. All the reaction solutions containing salts 
as well as acid were standardized against Analar sodium carbonate. 

5. Experimental procebuee 

The reaction solutions were made up in 11 . graduated flasks which had been 
calibrated. The sucrose was dissolved in a small quantity of distilled water, which 
had been brought to 25 ® C, the requisite amount of acid (by volume) and salt (by 
weight) were then added and then the whole was made up to 11. of solutioru This was 
left in the thermostat (set at about 25 ® 0 and constant to hotter than 0* 1® 0 ) for half 
an hour, so that the volume was definitely 11. at the thermostat’s temperature, and 
then the solution was transferred to a Pyrex Erlenmeyer llask, fitted with a ground- 
glass stopper. The homogeneity of the solution was assured by frequent shaking. 
According to the only standard thermometer available the temperature of the 
thermostat was 24 ‘ 68 ®C, but as we have no record of when the thermometer was 
standardized and have no means of cross-checking, we consider it prudent to admit 
the possibility of an uncertainty of say ± 0 * 05 ® 0 . Whatever this temperature may 
have been, it was maintained constant to better than 0 * 01 ® 0 - After the solution 
had been in the thermostat for to 2 hr. the first measurement was made. 

Por each measurement 40 ml. of the reaction solution was removed, neutralized 
with 2 n alkali at a known time, and then the neutralized solution was made up to 
50 ml. with distilled water, at 25 ° 0 . The solution was then transferred to a 40 cm. 
polarimeter tube, jacketed at 25 ® C and its optical rotation measured on a Hilger 
polarimeter, reading to 0*01°. A high-intensity sodium vapour lamp supplied by 
the General Electric Company and working oiBf the a.c. mains was used as the source 
of illumination. In most of the experiments sodium or potassium hydroxides were 
used for neutrahzation. For the experiment with 0*20 M perchloric acid we had 
to use sodium hydroxide, since with potassium hydroxide the sparingly soluble 
potassium perchlorate would be formed. For the experiments with the alkaline earth 
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clilorides, we used carbonate-free sodium hydroxide (i.e. with a small amount of 
barium hydroxide to remove the carbonate) to prevent the formation of the insoluble 
alkaline earth carbonates. 

The quantity of alkali used for neutralization was in every case a slight excess so 
that the solution in the polarimeter tube was between 0-002 n and 0 - 004 isr in free 
alkali. This slight excess of alkali completes the mutarotation in a minute or less. 

This technique raises the following questions: 

(1) Does the value of the optical rotation depend on the time after neutralization ^ 

(2) Does the value of the optical rotation depend on the concentration of free 
alkali ? 

( 3 ) Does the value obtained for the rate constant depend on the nature of the 
alkali? 

These questions were satisfactorily answered as follows. 

We measured the optical rotation of neutralized samples of the reaction solution 
at times from 20 min. up to 24 hr. after neutralization. It was found that the rotation 
was constant over this period of time, except when the samples were taken from 
reaction solutions which were 48 hr. old or more, in which case there was a change 
of about 0 - 05 ® in 24 hr. As the measurements were never taken more than three hours 
after neutralization, and generally within one hour, and the polarimeter could be 
read only to O-OD, we decided that we could neglect this slight change. 

The salts present in the sugar solution have an appreciable effect on the rotation. 
In neutralizing with alkali, we could not add exactly the same excess of alkali each 
time, the maximum excess being about 0 - 004 ]sr. We verified, however, that the 
effect of free alkali at these low concentrations was negligible by measuring the 
effect of 0-02 N free alkali. 

As alkalis wo used potassium hydroxide or sodium hydroxide, or in a few experi¬ 
ments a mixture of sodium and barium hydroxides. A few pairs of experiments were 
done with the same sucrose and acid concentrations (as acids we used hydrochloric 
and hydrobromic acids), but using in the one case sodium hydroxide and in the other 
potassium hydroxide as the neutralizing alkali. The rate constants so obtained 
agreed within 1 %. 

6. Calculations of bate constant 

There are several methods for calculating a first-order rate constant from 
readings r at times t of some physical property such as the optical rotation. The most 
straightforward method relies on the formula 

log(r-roo) = (6*1) 

where is the observed value of r as ^->oo, while the constants a and are adjusted 
to give the best fit. This method has the advantage of convenience, but it is quite 
unsuitable for obtaining the best value for the rate constant because a random 
error <5 in fco is mathematically equivalent to a systematic error ~ <Jin all the readings 
r. Hence for accuracy this method requires that should be known with much 
greater accuracy than any of the other readings r, whereas feo is in fact usually known 
with considerably less accuracy than the other r’s. There are at least two known ways 
of avoiding this inaccuracy due to uncertainty in 
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In the first method (Guggenheim 1926), which for breviiy wc shall call l,h(‘ G 
method, each reading r at time t is paired with a reading at a time f 1 t, wIuuh' 
r is a suitably chosen constant interval. We have then the formula 

log{r'—r) = a'— (O-i) 

It is thus only necessary to plot log (r' — r) against i and mea.sure the slope of the best 
straight hne. The accuracy of the method can, if desired, be checked by using several 
alternative intervals t. Even so the method is open to the criticism that the rlrawing 
of the best straight line may be subject to personal bias. Nor can the best, straight line 
be determined by direct appMcation of the method of least squares to ((lA) boi^.iiisti 
the least squares treatment if used at all should be applied to {r' — r), not to log (/■' — r). 
Admittedly the method might reasonably be applied directly to log (r' — r) providi'd 
the points are suitably weighted by some factor such as (r' — r) or (r' —/■)*-*, but tlu^ 
selection of such a weighting factor would again depend on personal choice. 

In the second method, due to Bond (1935), which for brevity wo shall call the 
B method, the least squares treatment is apphed, as it should be, to the readings r. 
That is to say, the three constants k^, A, B are adjusted so as to minimize 

This procedure gives the best value of and at the same time leads to the best value 
of namely B. For details of this method we refer the reader to Bond’s book. It is 
unquestionably the right method for obtaining the most accurate value for /c^. 'fho 
only possible objection is that it is laborious, each calculation of k^ taking nearly 
two hours. 

We have compared the G method with the B method and found that they agreed 
to within better than 1 %. Nevertheless, in spite of the extra labour, we used the 
B method in aU cases, and the quoted values of were thus obtained. A furtimr 
advantage of the B method is that it leads to an estimate of the probable accuracy 
in fcj. This was found to be better than J %. 

Having obtained the best values of A, B by the B method we calculated values 
of r for each time t at which a reading was taken. To illustrate the accuracy obtained 
we give m tables 1 - 1 , 1-2 and 1-3 comparisons of observed and calculated values of 
r for three experiments. It will be seen that there is agreement within ± 0-01°, which 
is the accuracy with which the polarimeter could be read. 

It is clear from these tables and the other similar tables that the reaction is 
accurately first order at least over the first 54 hr. In a few cases we compared 
calculated with observed values of r after longer times t. We found that agreement 
to within ± 0-01 persisted for three whole days, but after a fourth day the discrepancy 
was sometimes 0-02 or 0 - 03 , and in one case was 0 - 06 . This behaviour suggests the 
occurrence of uncontrolled changes due to bacteria or moulds, and we did not 
attempt to investigate it further. It does, however, strengthen our profound mistrust 
of the accuracy of values of k^ based on an allegedly observed value of r^. 

The values of r„ calculated by the B method varied from one experimentto another 
witliin + 0 - 05 , which is about J % of the total change in r. No significance can be 
attached to the absolute values of r. The polarimeter scale was set so that the final 
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r calculated from r =- (r^, 
t (hr.) 

0-00 
2-00 
4 00 
6-00 
22-00 
24-00 
26-00 
28-00 
30-00 
46-00 
48-00 
50-00 
54 00 


Table 1-L 0*05 m BLCl 


0 0215 hr."i = 3 58 x lO-^min “h 

'Kexp.) calc ) 

+ 0-01 
- 0-01 
0-00 
+ 0-01 
0-00 
- 0-01 
0-00 
- 0-01 
0-00 
0-00 
- 0-01 
+ 0-01 
- 0-02 


r^^ihro = B-ll, 

r^ = 0-20, ki~ 

r (exp.) 

r (calc.) 

8-12 

8-11 

7-77 

7-78 

7-46 

7 46 

7*16 

7-15 

5-13 

5-13 

4-91 

4-92 

4 72 

4-72 

4-52 

4-53 

4-35 

4-35 

3-14 

3-14 

3-01 

3-02 

2-91 

2-90 

2-66 

2-68 


Table 1 * 2 . 0*10m HCl 


r calculated from r = - (^oo “ ^o) 


= 8-17,rcx) = ^’2'^» fci=:0*0445hr.“^=7-42 x lO-^miu.- 


t (Ixr.) 

T (exp.) 

0-00 

8-16 

2-00 

7-49 

4-00 

6-89 

6-60 

6-17 

22-00 

3-20 

24-00 

2-96 

26-00 

2*73 

28-00 

2-54 

30-60 

2-28 

46-00 

1*26 

48-00 

1-18 

60-00 

1-10 

64-50 

0-94 


r (calc.) ^(exp.)^(calc ) 


8-17 

-0-01 

7-49 

0-00 

6 88 

+ 0-01 

6-18 

-0-01 

3-22 

-0-02 

2-97 

-0-01 

2-73 

0-00 

2-52 

+ 0-02 

2-28 

0-00 

1-26 

0-00 

1-18 

0-00 

1-10 

0-00 

0-94 

0-00 


Table 1 * 3 . 0*20m HOI 


r calculated fromr=r— 


oo(^oo~"^o) • ^0 = "^’1^’ ^00 - 0-255, hi - 


0-0947hr.'"’^= 15-78 x 10“'*=inin. 


t (hr.) 

0-00 

2-00 

4-00 

6-00 

22-00 

24-00 

26-00 

28-00 

30-00 

46-00 

48-00 

50-00 

54-00 


T (exp.) 
7-11 
5-92 
4-94 
4-13 
1-13 
0-94 
0-84 
0-74 
0-66 
0-35 
0-33 
0-32 
0-27 


r (calc.) 
7-10 
5-92 
4-94 
4-13 
Ml 
0-96 
0-84 
0-74 
0-65 
0-34 
0-33 
0-32 
0-30 


Kexp.)"“Kcale.) 
+ 0-01 
0-00 
0-00 
0-00 
+ 0-02 
- 0-02 
0-00 
0-00 
+ 0-01 
+ 0-01 
0-00 
0-00 
-0-03 
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reading had a small positive value. The position of the scab was never int tnitionally 
changed. Any small accidental shift between e.vperimonts would of cours<^ alRnd. tlu^ 
value of /co but not of k^. 


7. Tempebatttre coeeeicibnt 


It was not part of our programme to study the temperature dependence of the ra.to 
constant. This has been studied by numerous other workers, and with particular 
thoroughness by Leininger & Kilpatrick ( 1938 ). Their results had, however, not yet 
been published at the time of our experiments. When we found out that our nominal 
temperature of 25°C was actually 24-68°C according to our only ‘standard’ tlu'r- 
mometer, we decided to make a few measurements at 30° 0 to enable us, if dc^siriMl, 
to correct our rate constants to 25° C. We made measurements with both hydrochloiic 
and perchloric acids at molarities 0-05, 0 - 10 , 0-15, 0 - 20 . In both cases w(^ found that 
as the molarity increases from 0-05 to 0-20 the temperature coefficient dectrcascs by 
something between 2 and 3 %, which we believe to be outside our experimental error, 
although our data are insufficient to establish this effect beyond doubt. However, 
we can say with confidence that over the whole range of concentrations 


ka,t 30° C 
A: at 24-68° C 


2-16 + 0-03, 


and this is sufficient to deduce by interpolation that 


i:at25°C 
A; at 24-68° C 


1-048. 


If, then, the temperature of most of our experiments was truly 24-68" (1 as I'oad on 
our only standardized thermometer, the observed values can be corrected to 25° (J 
by multiplication by 1-048. 


8. Dependence on sdcrosb concentration 

Most of our measurements were made on solutions containing 30g. of sucrose in 
1 1. of solution at 25° C, this being about the lowest concentration at which we had 
confidence in the accuracy obtainable. We however made one series of measurements 
to study the effect of varying the sucrose concentration. These experiments were 
made using 0-lM hydrochloric acid. The results are given in table 2 , where the 
measuredvaluesofthefirst-orderrate constant Ajj are compared with values calculated 

from the empirical formula 

k^x 10*/min.-i == 7-13 + 0-97 x 10-^8, (8-1) 

where 8 denotes the number of grams of sucrose in a htre. It will be seen that the 
agreement is better than 1 % and usually better tha,n | %. 

Since a molar solution of sucrose contains 342 g. in a htre, we see that the medium 
effect of 0 - 1 M sucrose is to increase the rate by about 5 % which, as we shall see, is 
less than but comparable with the salt effects at 0-1 m. 
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Table 2 . OTm HCl 


iV denotes sucrose coiicoiitratioii ni g./I» denotes first-order rate constant and is calculated 
from 

/qx 10Vmin"'^ = 7-13+ 0-97 X 10-2,Sf 


(g./i.) 

All X 10^ (exp.) /ci 

X 10^ (calc.) 

30 

7*42 

7*42 

30 

7*50 

7*42 

30 

7*43 

7*42 

30 

7*47 

7*42 

35 

7*47 

7*47 

40 

7*52 

7*52 

60 

7*73 

7*71 

80 

7*88 

7*91 

100 

8*08 

8*10 

9. Mbasukements with single acids 

We made measurements on 

solutions containing 30 g. of sucrose per litre at 25° C 

using four different strong acids, namely, hydrochlor: 

ic, hydrobromic, perchloric and 

nitric. In each case the measurements extended over the range of molarities from 
0-05 to 0 * 2 . According to the theory outlined in §2 the bimolecular constant k^, 
obtained by dividing the observed first-order constant kj^ by the molarity c of the 
strong acid, should obey a relation of the form (2*5). This was verified in all four cases 
with an accuracy of 1 % or better. The experimental results can be represented by 

the following formulae: 



HCl: 

kjminr'^ = 6*95 x 10" 

-3c X lOO 

HBr: 

kjmmr'^ = 6*95 x 10 ” 

■®c X 

HCIO*: 

kjmm,'^'^ = 6*95 X 10" 

-3c X 10*'380, 

HNO 3 : 

kjmmr^ == 6*95 x 10" 

■®cx 

where in each case c denotes the molarity of strong acid. 

The comparison between observed and calculated values of is given in tables 
3*1, 3 * 2 , 3*3 and 3*4. Out of twenty-six experiments there are three in which the 


Table 3T 


c denotes molar concentration of HCl. denotes first-order constant and is calculated from 

= 6*95 x lO-^c x 10° 


t 

c 

X 10^ (exp.) ki 

X 10^ (calc.) 

0*05 

3*68 

3*59 

0*05 

3*55 

3*59 

0-05 

3*58 

3*59 

0*075 

5*40* 

5*47 

0*075 

5*47 

5*47 

0*10 

7*42 

7*42 

0*10 

7*50* 

7*42 

0*10 

7*43 

7*42 

0*10 

7*47 

7*42 

0*15 

11 48 

11*48 

0*20 

15*77 

15*81 

0*20 

15*78 

15*81 

0*20 

15*73 

15*81 
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Table 3-2 

c denotes molar coneentratioii of HJ3r. ki denotes first-order constant and Is cakiulatt^d from 
6-95 x 10”^c x 


c 

ki X 10^ (exp.) 

*1X 10^ (calc.) 

0*05 

3*63 

3-62 

0*05 

3*60 

3-62 

0*10 

7*65* 

7-53 

0*20 

16*41 

16-33 

0*20 

16*22 

16-33 


Table 3*3 

c denotes molar concentration of HCIO4. h-^ denotes first-order constant and is (iaikjulatod 
from lVmm.-i = 6-95x lO-^cx 


c 

k^ X 10^ (exp.) 

ki X 10'^ (calc.) 

0*05 

3*64 

3*63 

0*10 

7*55 

7*59 

0*15 

11*97 

11*88 

0*20 

16*60 

16*55 


Table 3*4 

0 denotes molar concentration of HNOg. denotes first-order rate constant and is 
calculated from /3i/mm.“^= 6*95 x lO^^c x 10°*^®®. 


c 

kiXlO^ (exp.) 

X 10^ (calc.) 

0*05 

3*63 

3*60 

0*10 

7*52 

7*45 

0*15 

11*63 

n*56 

0*20 

15*82 

15*06 


discrepancy between observed and calculated values exceeds 1 %. These arc indi¬ 
cated by an asterisk. In the case of nitric acid only there appears to be a slight 
trend in the discrepancies; the experimental values are higher than the calculated 
at the lower molarities, but lower than the calculated at the higher molarities. Since, 
however, none of these deviations exceed 1% this appearance of trend may be 
fortuitous. It is unfortunate that we were unable to settle this question by further 
experiments. ^ 


10 . Measxjbemeitts with mixed acids or with added salts 

In order to test the applicability of the principle of specific interaction of ions we 
made experiments with mixtures of two strong acids and experiments in which 
a salt was present as well as the strong acid. AU these experiments were made on 
solutions containing 30 g. of sucrose per litre. The results are given in table 4, where 
the experimental values of divided by the molarity of the strong acid are 
compared with the calculated values. 

The calculated values were obtained in accordance with (2*4) from the formula 


kjmmr ^ = 6*95 x 10*^% x 10^-^^ 
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where c.j denotes the molar concentration of each anion and the coefficients Bj have 
the values already determined from the experiments with single strong acids alone, 

OF: Bj = 0-28 l./mole 

Br”: — 0-35 L/mole 

CIO 4 : = 0-38 L/mole 

NO 3 : By = 0'30 L/mole 


The table also includes a measurement made with 0* 1 m hydrocMoric acid con¬ 
taining 0*1 M potassium iodide. In this case we found that after 3 days the solution 
contained free iodine equivalent to 1 % of the potassium iodide. There was no evidence 
of any chemical effect of this iodine, since the reaction remained accurately first 
order and the extrapolated end-point did not differ significantly from its usual value. 
Since the acid concentration was decreased by only 1 % in 3 days the rate constant 
should not be affected by more than 1 %. We cannot have the same confidence in 
this result as in the measurements without any iodide, but we quote it for what it is 
worth. If it is reliable, then for iodide we have 


I : jBy = 0-40 L/mole, 

so that the By value for bromide is nearly the mean of those for chloride and iodide, 
which is at least reasonable. 

In table 4 the cases where the discrepancy between observed and calculated values 
exceeds 1 % are indicated by an asterisk. It will be noticed that among the solutions 
containing only univalent ions there are just two for which the discrepancy sHghtly 
exceeds 1 %. On the other hand, the discrepancies exceed 1 % for all the four 
solutions containing multivalent cations. The deviations lie between 1 % and 2 % for 
the solutions containing bivalent cations audit is over 3 % for the solution contaming 
the tervalent lanthanum ion. These deviations are well outside our usual experi¬ 
mental error. They probably signify that the formulae given in § 2 are breaking down 


Table 4 

ki calculated on assumption that the anions contribute additively to log and that 

there is no specific effect of cations. 


composition of solution m mole/L 

X 10^ (mm.""^) 

10 ® Vch (e^-) 

10® ^1/% (calc.) 

0-10 HC14-0-10 HBr 

16*22 

8-11 

8*04 

0-10 HC1 + 0-10HC1O4 

16*35 

8-17 

8*09 

0*10 HBr+ 0*10 HCIO4 

16*45 

8-22 

8*22 

0-10 HCl + O-lONaCl 

7*89 

7-89 

7*91 

0-10 HC1 +0-10 KCl 

7*93 

7-93 

7*91 

0-10 HCl-f 0*10 KBr 

7*95 

7-95* 

8*04 

0*10 HC1 +0-10 KI 

8*13 

8-13 

— 

O-lOHClO^ + OdONaCl 

8*05 

8-05 

8*09 

0-05 H]Sr03 +0-10 KlSTOs 

3*85 

7-70 

7*71 

0-10 H]sro3+0-10 KisrOa 

7*90 

7-90* 

7*98 

0*107 HC1 +0*0465 MgCb 

8*38 

7-83* 

7*91 

0*10 HC1 +0*05 CaCb 

7*80 

7 80* 

7*91 

0*10 HCl + 0-05 BaClg 

7*75 

7-76* 

7*91 

0*10 HC1 +0*0333 LaClg 

7*67 

7-67* 

7*91 
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owing to the ionic strength being too high. This is not altogetlicr surprising muv, i\w 
ionic strength of the solution containing lanthanum chloride is 0 * 3 , wher<‘a.s thc^ 
principle of specific interaction in the form used in §2 is iiot claiincHl to be atuniriiio 
at ionic strengths appreciably exceeding 0 * 1 . 

It is interesting to note that the deviations due to the presence of multu^ahnit 
cations have the sign which might reasonably be expected. Since the effect ol anions 
is to increase the rate, it is reasonable to suppose that cations should decreases the 
rate and the more so the higher the valency. 

11. Comparison with other work 

The number of papers concerned with the inversion of sucrose is so great tliat wo 
could not refer to them all, even if we wished to do so We shall rather confine our¬ 
selves to mentioning two classes of papers* (a) those in which the exp(n‘iments 
described have a direct bearing on kinetic salt effects, and ( 6 ) those describing 
experiments at 25° C of sufficient accuracy for profitable comparison with our own 
experimental results. 

The famous paper of Arrhenius (1889) describes a large number of measure¬ 
ments at 39-5° C and at 52*5° C on solutions containing 100 g. of sucrose per litre. 
Whereas addition of 1 m non-electrolytes produced increases in rate varying between 
0 % and 10 %, addition of 0*4 m chlorides of either univalent or bivalent metals 
produced an increase [of about 25 %. Our results at 25° C if extrapolated indicate 
an increase of about 30 % on addition of 0*4 m chloride. 

Palmaer ( 1897 ) measured the rate of inversion of sucrose lOOg./l. at 48*18°() 
by hydrochloric acid at molarities varied between 0-001 and 0 * 1 . According i-o tfhosc^. 
measurements kje increases by 5*4 % as the molarity of acid is incroasod to 0-1 from, 
much smaller values. We find at 25° C an increase of 6-7 %. 

Euler (1900) published some measurements made in his laboratory by Miss 
Molin. These measurements were made at 28° C at several concentrations of sucrose 
with hydrochloric acid and potassium chloride at various molarities. As these 
measurements are closely related to ours and appear to be of higher internal con¬ 
sistency than many later measurements, we give a full analysis of them in table 5. 
We find that the combined results of the fifteen experiments can be expressed by the 

formula ijmin= 1-06 x 10-^c^{l + lO-S/S) x lOO’®"®, 

where S denotes concentration of sucrose in g./l., % denotes molar concentration of 
hydrochloric acid and c denotes total molar concentration of chloride. It will be ob¬ 
served that according to this formula the dependence of /ci on each of the variables c „, 
S and c is of the same form as m our own work. The agreement between exiaeriment al 
and calculated values is throughout within 2 % except for one experiment indicated by 
an asterisk. Comparing our own work with these experiments done about fifty yeans 
ago, all we can claim is to have reduced the random errors by a factor 2 . 

Tales &MoreIl(i 922 )measnredtherateofinversionof 0-3 m sucrose, i.e. 102 - 6 g./l. 
at 35° C by hydrochloric acid of various concentrations. Their results show that the 
bimolecular rate constant increases with the concentration. Unfortunately, the 
method used for computing the rate constant is so naive that the published values 
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have an uncertainty of several units per cent. A comparison of their values with those 
of Leiniiiger & Kilpatrick ( 1938 ), mentioned below, confirms that their published 
values are inaccurate. 

Bowe ( 1927 ) measured the inversion of sucrose I30g./L at 25"^ C by 0 1m hydro¬ 
chloric acid and studied the effect of added salts but only at molarities of 1 and 
greater. For 0*1 m hydrochloric acid without addition of salt he found 

Jc^ = 0-0514 hr.~i = 8-57 x 10”^min.“^. 

Our value 0-1m hydrochloric acid extrapolated to 130g./l. is — 8-39 x 10 “^min.“^ 
at 24*68° C, corresponding to \ == 8-79 x 10 ~^min.”^ at 25°C. The 3 % discrepancy 
between our value and Bowe’s corresjionds to a difference of 0-15° C betw^een the 
temperatures. 

Kautz & Robinson ( 1928 ) measured the inversion of sucrose 200 g /I. at 25° C by 
0 -1M hydrochloric acid and studied the effect of adding various chlorides. According 
to their results log h is approximately linear in the concentration of chloride but 
there is considerable scatter. This may be partly due to the use of a crude and naive 
method of computing The units of \ are not stated, but we suppose the quoted 
values to be According to this interpretation their value for 

0*1 M hydrochloric acid without added salt is 

2*303 X 4*30 X lO'^min.-^ = 9*90 x lO-^min.-h 


Our value for 0*1 m hydrochloric acid extrapolated to a sucrose concentration of 
200 g./L is 9*07 x lO^^min.”"^ at 24*68°C corresponding to 9*50 x 10 ~^min.~^ at 25° C. 
As the internal consistency of our data is appreciably better than that of these 
authors, we attribute the 4 % discrepancy to their experimental error. 

Kapjianna & Shrikhande ( 1931 ) published experiments which are especially 
interesting because the rate of hydrolysis was determined by direct estimation of 
the glucose formed with Fehling’s solution. In this method there is no mutarotation 
lag. The accuracy claimed is 2 %. The results of their experiments can be summarized 
as follows: 

(a) In a series of experiments with 0 * 1 m hydrochloric acid at 35° C the dependence 
of iq on S, the number of grams of sucrose per litre, is given by 


yfci x lOVmin.-i = 33*65+1*42 x IQ-^^S. 

This formula is valid over a range of sucrose concentrations extending from 1 to 
100 g./I. and the agreement with the experimental values is better than 1 % at 
sucrose concentrations exceeding 5g./L; as might be expected from the method of 
analysis, the agreement is not so good at lower concentrations. 

(6) A comparison of measurements with 0*1 M hydrochloric acid at two tem¬ 
peratures shows that , ± a 


independent of the sucrose concentration. This ratio is somewhat smaller than the 
value 3*66 obtained by a slight extrapolation of Leininger & Ealpatrick’s ( 1938 ) 
measurements. 
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(c) Measurements on sucrose lOg./l. at 35° C with varying conceutraifionH of 
hydrochloric acid can be expressed hy either of the formulae 

kjmirx.~^ = 32-0 x l0-®c x 

= (32-0 +14c) x 10®c. 

The former formula represents the experimental data within an accuracy better 
than 1 % for concentrations c extending from O-OOlMtoO-CM. Surprisingly the latter 
formula agrees with the experimental data within 1 % over the wider range 0 - 001 m to 
1 M. This behaviour is the opposite of that found by Leiningor & Kilpatrick ( 1938 ). 

{d) Measurements were made on sucrose lOg./l. at 35°C with 0-1 m hydrochloric 
acid and addition of chloride of potassium, sodium or lithium at various con¬ 
centrations. The results for total chloride molarities not exceeding 0-3 can be 
expressed by the formula 

= 32-Ox 10~^x 10 "’■’*^ 01 , 

where Cqj denotes total chloride molarity. The agreement between measured and 
calculated values of is, except in one experiment, better than 2 %. 

Tloyd ( 1931 ) measured the inversion of 0-1 m sucrose, i.e. 34 - 2 g./l. by 0 -lM 
hydrochloric acid and studied the effect of addition of sodium chloride or barium 
chloride mostly at molarities of 1 or greater. Most of the measurements were 
made at 30° 0 with some at 25° 0. Tor 0-1 m hydrochloric acid at 25° IJ without any 
salt added he obtained = 7-93g( + 0-03) x 10“^min.“^. Our value for the same 
sucrose concentration is = 7-47 x 10-*min.-i at 24-08° C corresftondiug to 
= 7-83 X 10 ~*min.~^ at 25°C. The discrepancy of 1-2 % between our value and 
Floyd’s corresponds to a temperature difference of 0-08° 0 . The effect of adding 
0-lM sodium chloride to the 0-1 m hydrochloric acid at 30° 0 increased the rate by 
a factor I -035 directly measured or l-OS^ when the data for various concentrations of 
sodium chloride are smoothed. Our corresponding factor at 25°C is I-O65. For the 
temperature coefficient Floyd found with 0-1 m hydrochloric acid 

^;at30°C „ 

&at25°C~ 

whereas we found 

ii: at 24-68° C ’ 

corresponding to 

feat 25°0 “ 

Hitchcock & Dougan ( 1935 ) studied the hydrolysis of sucrose by hydrochloric acid 
at 25 C using a dilatometric method. From these measurements we find for O-liwr 
hydrochloric acid by a slight extrapolation: 

sucrose 20g./l.: = 2-303 x 3-345 x lO-^min.-i 

= 7-70 X 10-* min .-i, 

sucrose 50g./L: k^ = 2-303 x 3-467 x 10-*min -1 
= 7-98 X 10-*min.-i, 
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whence by iiiterpolation 

sucrose 30 g./l.: = 7*79 x 

Our measured value is == 7*42 x at 24-68° C, corresponding to 

]c^ = 7*78 X 10"^min.“^ at 25° C. The agreement is perfect. 

Leininger & Kilpatrick ( 1938 ) studied the inversion of sucrose at 20 g./L by hydro¬ 
chloric acid over a wide range of concentrations and of temperatures, with the 
emphasis on determination of the temperature coefficient. At each temperature they 
found linearity between log (k^jc) and c over a range of concentrations extending from 
0*5 to 4 m. They express their results at each temperature by a formula of this t 5 rpe 
thus smoothing with respect to concentration, but they made no effort to smooth 
with respect to temperature. We find that their results over the temperature range 
10 ° C to 40° C and over the concentration range 0-5 m to 4m can be represented by 
the formula 

l<^gio {hh) = 3-8808 + 0-1978C+ (0-06407- O-OOlSgC) (^- 25) 

- (0-000255 - 0 - 000022 C) {t - 25)2, 

where t denotes temperature on the Celsius scale. The agreement of their experi¬ 
mental results with this formula is better than 1 % except for four experiments out 
of about thirty. One of these discrepancies is at the high molarity 4*6; in another the 
discrepancy only just exceeds 1 %. The other two both at 35° 0 may possibly be 
interpreted as a temperature error of less than 0 * 1 ° C. 

Table 5. Froken Molin's measerbmexts at 28° C 

IS denotes concentration of sucrose in g./i. denotes molar concentration of HCL denotes 
molar concentration of KCl. c (lenotes molar concentration of total chloride, denotes first 
order rate constant and is calculated from 1-06 x 10 “®Ch(1 + x 


s 

% 

% 

c 

\ X 10^ 

/CiXlO* 





(exp.) 

(calc.) 

25 

0-125 

0-000 

0-125 

14-7 

14-4 

25 

0-125 

0-125 

0-250 

15-4 

15-2 

25 

0-125 

0-250 

0*375 

15*9 

16-1 

50 

0*031 

0-000 

0-031 

3-48 

3-50 

50 

0-031 

0-126 

0-156 

3-73 

3-71 

50 

0*031 

0-250 

0-281 

3-92 

3-93 

50 

0*031 

0-500 

0-531 

4-31* 

4*41 

100 

0-125 

0-000 

0-125 

15-7 

15*4 

100 

0-125 

0-125 

0-250 

16 6 

16-4 

100 

0-125 

0-250 

0-375 

17-4 

17-3 

100 

0-125 

0-500 

0-625 

19-1 

19-4 

200 

0-031 

0-000 

0-031 

4-03 

4-00 

200 

0-031 

0-125 

0-156 

4-33 

4-24 

200 

0-031 

0-250 

0-281 

4-61 

4.49 

200 

0-031 

0-500 

0-631 

5-11 

5-04 


Using the above formula to extrapolate down to a molarity 0*1 we obtain at 25° 0 

== 4-9006 or = 7-95 x 10“"^min.~^ 

while our experiments by a slight extrapolation down to 20 g./l. of sucrose gave 
7-32 X 10 '“^min.“^ at 24-68° C corresponding to 7-67 x 10 “^niin.“^ at 25°0. The 
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discrepancy of about 3^ % corresponds to a temperature diffei'(Micc ol o-2"(). Ushif; 
the same formula again to extrapolate down to 0-1M hydrochloric acid, we fiml 


/cat30°O 

iirat 26 °C 


2-058, 


as compared with our experimental value 2-08 for which, however, we do not claim 
high accuracy. 

One point that emerges from this review of the available experimental data is this. 
Since a change of 0-l°C in temperature corresponds to a 1J % change in k, it follows 
that if an accuracy of 1 % is claimed in the absolute value of k it is importani; to know 
the temperature with an accuracy and reliability of at least 0-05® C. We cortiainly 
cannot guarantee such a degree of certainty in the temperature of our own measure¬ 
ments and we hesitate to express any opinion on those of others, especially wlum 
nothing is stated about the thermometers used. 


We are grateful to Professor P. G. Dorman, F.R.S., and to Professor 0. K. Ingold, 
P.R.S., for the facilities provided for doing this work at University College, London. 
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The propagation of a sound pulse in the presence of a 
semi-infinite, open-ended channel. II 

By W. Chestek Mathematics Department, University of Leeds 

{Communicated by S. Goldstein, F,B,S.—Received 7 January 1949) 


Further investigation of a problem origmally considered by the author (Chester 1950U) is 
carried out. One of the results of the above-mentioned paper is a description of the dis¬ 
turbance produced inside a two-dimensional, open-ended channel when a transient sound 
wave approaches the open end. At large distances from the open end this disturbance may 
bo regarded as a plane wave travelling into the channel, and expressions were obtamed for 
the potential and velocity distiibiitions in a limited region at the head of the wave The 
present paper discusses the asymptotic behaviour of the disturbance at large distances from 
the wave front It is found that, for an incident Heaviside umt pulse, the wave inside the 
channel also tends to behave like a unit pulse, the correction term bemg 0(l/<s) where s is 
the distance from the wave front. 

The asymptotic behaviour for an arbitraly incident pulse is also considered and illustrated 
with typical examples. 

The results are used to estimate the proportion of energy which returns along the channel 
when the mcident pulse is of finite duration. 


Introduction 

In two previous papers (Chester 1950 a, b, hereafter designated I and II), the author 
discussed the diffraction effects which occur when a plane wave of sound approaches 
the open end of a two-dimensional channel. In I, which was concerned with a tran¬ 
sient wave or pulse, it was found that inside the channel and at large distances from 
the open end, the resulting disturbance could be regarded as a plane wave travelhng 
into the channel. The form of the potential in a limited region at the head of the 
returning wave was obtained, but a complete description beyond this region was 
prevented by the complexity of the algebra. It is the purpose of the present paper to 
discuss the behaviour of this returning wave at large distances from the wave front, 
but at points sufficiently far distant from the open end for the assumption that the 
wave is plane to remain vahd. This will be done with the help of the results obtained 
in II, which dealt with the analogous problem for a harmonic wave, by viewing the 
results of II as Fourier transforms and inverting by well-known methods. 


Recatitulation 

As in I, the incident pulse approaching the channel from a direction is denoted by 
^{t + r cos {d — 0q)} H{t + r cos {6 — 6q)}, 
where H{x) = 1 , :c >0 

==0, x<0} 

and is the Heaviside unit function. The origin of co-ordinates is taken at the upper 
lip of the channel and such that the channel wall is <9 = ± tt (figure 1 ). For simplicity 
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the sonic velocity is taken to be unity. The resulting wave which is pj-o])agate(l into 
the channel, when it has become sensibly plane, is denoted by a;)i ''41 — 

the positive direction of x being along the channel wall (figure I). 

incident wave 

+ r cos {d “ do)} H{t + r cos — do)} 



mcidoiit wavt^ 


When the incident wave originates inside the channel the corresponding expres¬ 
sions are %{t^x)H{t^x) and S^{t--x)H{i~-x), 

The analysis in I is carried out in terms of the Heaviside operational calculus 
(Jeffreys & Jeffreys 1946; see also paper 1, appendix), so that the above expressions 
become 

F exp [fr cos {0 — d^)], 0 exp [F exp [ px], i? exp [ 


where F, C, B are the operational representations of "^{1), (£(^), 33(0 respectively, and 
the relation between 3(0 ^{p)^ example, is 


1 f y+too r,at 


Z 


F{z)dz. 


(^) 


It follows that if ^ denotes the resulting potential field, then its asymptotic 
behaviour inside the channel is, for an incident external pulse, 

(3) 

and for a pulse originating inside the channel. 




(4) 


Appucation op the habmonic solution 

If the relation between ^{t) and its operational form F is modified by the substitution 
z = —ik, then equation (2) becomes 

] Coo+iy 

the incident wave is then represented by F exp [-ikr cos (6 - 6^)] (or F exp [- ikx]) 
and the asymptotic behaviour of the final potential will be 

<f> 6^*^, 'I 

or 

corresponding to equations (3) and (4). 
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These expressions are now comparable with the relations which occur in the 
problem of the diffraction of a harmonic wave (cf. equations (2) and (3) of II with 
A replaced by F and the sign of x reversed). Although in the harmonic case is a real 
parameter, the analysis in II was in fact carried out assuming that k has a j)ositive 
imaginary part which was eventually taken to be zero. It follows that the relations 
for B and C, which are readily deduced from the results contained in II, should, 
when interpreted by (5), yield the answer to the transient problem. Unfortunately, 
the author has been unable to effect this inversion completely, but the results can be 
used to discuss the behaviour at a large distance behind the head of the returning 
wave. This is the purpose of the present investigation. 

An expression for G for the case F = I is, readily deduced from a combination of 
the relations (14), (24), (25), (62), (63), (65) and (70) of II. For an arbitrary initial 
wave an additional factor F{ — %k) is required, and the final result is found to be, 
for —TT <0Q<7ry 


c(o,) = F(-ik)n\i- 

n=ll 


i anHO.-— -^ 555 ) sm-l«.jexp 


•y+lo^ 


2m 

Jk 


) 



is real and positive when k is real and | ifc | < nnlb. The logarithm is evaluated on the 
branch for vsrhich log 1 = 0 . 

This result is valid for A.tdQ = 7T 0 is discontinuous, the expression 

for C(7r) is, from equations (14) and (16) of II, 

C(7r) = ilimC(6'). (8) 

0-~>7r 

Finally, from equations (29), (30) of I, 

B = ~20{7T) = -limC(d). (9) 

&->7r 


The corresponding relations for the transient pulse are deduced from the above 
expressions with the aid of equation (5). Thus 




-f 

2 m J. 


oQ + iy p,—ik(t—x) 

C{d) -- dk. 

CO +^y 


( 10 ) 


The expressions for ©{(f-x),?!} and S 8 (t-a:) follow at once from equations ( 8 ) 
and (9). 

The problem of the asymptotic behaviour of 31 and (J at large distances from the 
wave front now reduces to an investigation of the asymptotic behaviour of the 
integral in ( 10 ) for large values of {t—x). 


Asymptotic solution 

It is convenient first to consider the case F = 1 (the original transient pulse is 
then H{t + r cos {d — 6^)}. 

With this simplification, it follows from (7) that C has branch points &tlc = ±mTlb^ 
equally spaced along the real axis. To determine the asymptotic behaviour of the 

3-2 
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integral in (10) the contour of integration is accordingly deformed iniio a (dreuit round 
each branch point, adjacent ciremhs being linked by a straight portion which [un- 
ceeds parallel to and at a small distance 8 from the real axis on the negative side 
(figure 2). 



Figure 2. Contoxir of integration in the /c-plano. 


The integral along each of the straight portions parallel to the real axis is then 
exponentially small when {t — x) is large. 

The integral round the singularity at the origin is 

2 'W / \h 

1 + 7 - 4 -, 

\ 4n“7T^/ 


^ 1 p^^ exp[-v(it-a:)/2&] , 

ttJo z 


sin {7j sin^ |(9) H {1 + x-Vl ’ 

„=\( 2n^7r^ - nn' 

Piisin^l-^l ri;sin®i^?(, , 47 t) 7/(9 sin (VI 


1 r sin* 10 "1 

= l--Jo exp[-7/(/i-a;)/26]|^siu2i‘6'-7/logT/+ (';(7/)J*/ 

The integral round the branch point at k = mnlb {m > 0) is asymptotically 


0 

( 11 ) 

( 12 ) 

(i:{) 


1 \ * i sin^ ^(9 ^ ^ 


(-) 

\mj 


n=m+l 


2m^ 




sinHd- 


Mm 

n 


m 


siii^ 


r2im . ,,-.1 

► —- sin*^ \() 

: exp sin^ + ^irr + 2im sin^ “ y + log™ j - imO sin 6 - j J 




r2i)(S 

H exp[-7/(«-a;)/26]7/id7/ (14) 

(15) 


where A is independent of {t — x)l2b. 

The behaviour is similar at the branch points on the negative real axis. It follows 
therefore, from relations (13) and (16), that in the particular case of a Heaviside 

uMtp„l5e(f=I). „(26 1. 

-+ j , ( 16 ) 

if the integral occurring on the right-hand side of equation (10) is uniformly con¬ 
vergent along the deformed contour. This is shown to be true in the appendix. 
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The corresponding relation when the incident pulse originates inside the channel 
is, from equations (9) and (16), 




■ 1 + 


n \t—xj 


+ 0 


2b ]i 


t — x 


(17) 


Aebiteary initial pulse 

For an arbitrary initial pulse the investigation is restricted to the case when F 
remains finite as /c-^co on the contour of integration. The uniform convergence of 
the integral occurring in ( 10 ) then follows from the appendix with Kttle modification. 
In addition, it is assumed that F has no singularities above the real axis. These con¬ 
ditions are not necessary, but seem to be satisfied for the majority of pulses having 
a physical significance. If, for example, ^{t) is finite and continuous for all t>0, 
then from a well-known relation between and F (JeflFreys & Jeffreys 1946 ), namely, 


F{ — ik) = — iij 


(18) 


it follows that F is regular for all k such that Im [i;] > 0 (Whittaker & Watson 1946 ). 
This result will also remain valid if ^{t) contains a finite discontinuity. 

If, in addition, F has no singularities on the real axis, then the contour of in¬ 
tegration may be deformed as in figure 2 . (This will be satisfied if ^(^)'^e”^^ {6>0) 
when t is large, since the right-hand side of equation (18) will then be regular for 
Im [A;] > — e.) It follows, by an argument similar to that used in deriving equation 
(13), that the asymptotic behaviour of (£{(^ —a;),(9} is in this case given by 

2b sin^ 






TT{t — X) 


(19) 


unless Fip) — 0 . In this latter case the asymptotic behaviour wiU, in general, be 


(s;~ - 


sin® W 


TT 


> f 2b 

F{-ijl2b)ex-p[-'}]{t-x)l2b]d7j + 0^^^j . (20) 


If, for example, jF( — '?//26) ^ as 0 , then 

sin^ 161 2b 






'0 


TT 

2b ]i 


t — x 




( 21 ) 


It may also happen, for certain pulses, that F == 0 at A; = mnlb for aU integral m. 
In this case equation ( 20 ) will require further modification if <x > f, since the asymp¬ 
totic behaviour of the integral round the branch points at fc = mnlb will no longer 
be given by a relation similar to (15). A typical example is given by the fimite pulse 
for which 

^{t)^H{t)-H{t-2b),) 

F{ — ik) = 1 — 


(22) 
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The asymptotic behaviour of G is now given by the first of equations (20), with 
a = 1 and a change of sign, so that 


(S' 


7T 


(23) 


and in general it would seem that a finite pulse whose length is an integral multiple 
of the width of the channel produces a disturbance inside the channel which, at large 
distances from its front, tends to zero faster than the disturbance produced by a 
finite pulse of any other width. 

Finally, when F has singularities on the real axis, the asymptotic expansion of 
(S will contain extra terms from the deformation of the contour necessary to ensure 
that such singularities remain beneath the contour of integration. If, for example, 

5(0 = e-^“, ] 




k-h’ 


(24) 


then 

^(t-x),&}^ n (i 

n=l I 

~2ibh . 

X exp ■ 


26W 


where, for — > 1, 

UTT 


and 


^ 2mr2ihh . n 


( 25 ) 

( 211 ) 

( 27 ) 


The first term in (25) is directly comparable with the exprossion obtaiixod in II 
for the disturbance inside the channel produced by an incident harmonic wave. It 
should be noted, however, that whereas in II the result was restricted to values of 
h within the range 0 <6A< ^tt, the above result is true for any value of h. This is 
due to the different methods of proceeding to the limit in the transient and harmonic 
cases. In the former the returning wave is discussed at points which are at an 
infinite distance from the mouth of the channel and a finite distance from the head 
of the wave {t,x->co, (t — x) finite), while the results for the harmonic wave hold at 
a large hut fixed distance from the mouth of the channel after an infinite time. It is 
shown in II that non-damped overtones may be propagated in the latter case if 
bh > Itt. 

If the singularities in F are of higher order than one, then it will be necessaty to 
separate the principal part of such singularities and integrate this separately before 
deforming the contour, but it is doubtful whether this case will be of practical 
significance. 

Energy considerations 


In paper I the energy in the returning wave was discussed when the incident pulse 
originated inside the channel and the velocity distribution was given by a simple 
step function of length equal to the width of the channel, so that 

= H{t+x) — H{t + x — 2b). 


(28) 
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The proportion of energy in the returning wave was calculated as a function of 
the distance from the wave front as far as the theory would allow. It was found that 
the part of the wave lying within a region of length 86 at the head of the wave (the 
limit of the calculations) contained 0-2788 of the total energy in the incident pulse and 
the energy contained in a length s at the head of the wave seemed to be approaching 
a limiting value in the region of 0*28. 

The results now obtained enable an estimate to be made of the energy contained 
in that part of the wave beyond {t—x) = 86. The calculations in I show that the 
velocity falls to a value —0*0633 at {t — x) = 86, while from equations (9) and (23), 
its asymptotic behaviour is given by 



when {t — x)l2b is large. Since (29) takes the value 0*0199 for {t — x) = 86, it would 
appear that further terms are required in the asymptotic expansion for an adequate 
representation of the velocity at this point. However, even if the velocity is assumed 
to tend to zero as slowly as 

beyond (t — x) = 86, where K (= 1*0128) is chosen to make the velocity continuous 
at this point, then the limiting value, as (^ — a;) oo, for the proportion of the energy 
in the returning wave dilfers from its value for (t — x) = 86 only by an amount 0*0053. 
It would seem, therefore, that the correct figure lies between 0*279 and 0*284. 

If (30) is replaced by 


where is determined by the continuity of the velocity, then the upper limit is 
reduced to 0*283. 




Appendix 


The validity of the asymptotic expansions derived in the report depends on the 
uniform convergence of the integral 


r Oex-p[-i]c{t-x)] ^j_ 

J ik 


(32) 


where the contour of integration is shown in figure 2, and G is given by equation 
(7) with -P = 1. 

It will first be shown that for large | h | the modulus of the integrand at a point on 
the contour is of the same order as its value on the real axis at a point having equal 
real part. It is then shown that, on the real axis, the modulus of the integrand is 
0(11k^) as I fc I ->oo. The uniform convergence of the integral in (32) then follows 
immediately. 

The infinite product contained in G, namely. 


00 


n 

%=:1 


, 2z^ 

1-:rSin' 

n- 





(33) 
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{see equation (7) with z = bklnn), may he written 

z 


and since 




008 9 + (1 -1)‘) exp [^ (1 - ooe »)], 
n j j cos 9 + (1 - J)*) exp [ - ^ oos 9 ] n j ^ cos 9 + (1 - 5)*) exp [H COB e] 


(34) 


■ 1^/1 • 2 fl\ sin(7rzsin6») 


TTz sin 6 


(35) 


(3G) 


it is sufficient to discuss the asymptotic behaviour of 

nj - coe 9+(1 - S )‘) exp [r %„8 9] 

for and z == a —where 8 is small and | a | ->oo. (The behaviour for 

d = ^rr follows at once from equation (35).) 

The investigation will be carried ont explicitly when a is large and positive. 
Consider first ^ 


where [a — 1] denotes the largest integer smaller than (a — 1). 
Under the above conditions, it can be shown that 


ta-l] 

n 

91 = 1 


/z2 s ^ 


i-’-cosO] 1 -f 0 
n 


\(rt2_%2)S^ 


t«-i] a 

{ 1 +w n I 

91 = 1 






2\^ 


Now 


[a-l] 

n 




[a-l] 


+ COS 0 


(38) 

(39) 


2 , + cos 61} = exp S log j(l - + cos (9j, 

+ COS <91 is a monotonically decreasing function of n in the range 

x + 0{l) (40) 

= alogcos^ + u{|7rcos^— l} + |-asini9 log + 0(1)« (41) 

It follows immediately from (41) and the use of Stirling’s formula, namely, 

(<zJ) '^e“"a“(27ra)^, (42) 


and log 1 

\ 

1 ” +cos I?! 

considered so that 

[a-l] ( 


4 ] 

S log 

92-=l 1 

('-s] 

1 +cosi9> 


that 

[a-l] 

n 

9^=l 


~^exp[^alogcosd + i7racos6i + ^asin(91og(|i|^jJ, 

(43) 

where, here and henceforth, K denotes some constant factor (which may take 
different values when used in different relations). 
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In a similar manner it can be shown that 

n 1 —5 -cosi9 exp — cos(9 

.i=[a +23 l\ n-J n j J 


-i=[a+2]l I I W. 


= {l + 0(<^)} n (44) 

??.=[o+2]l ri j 

How 5 (l-iBin=e) =_il[“taTig_ 

n.=[a+ 2 ]l j ([a + 2] + asin(9 —1)! ([a + 2]—asiii0—1)! 


■-J5l exp 


so that 


— 2alogcos^ —asiii0 log , (45) 


n //i f>l\ 

n { 1—i-cospjexp — COS0 

n=[a+2] W n^I n I J| 

„ r 1 «sin<9 /l+sin^\“] 

~ Aexpj^-alogcos^-— Iog(^ -_ - ^ --jj. (46) 

With the aid of the results expressed in (43) and (46), together with the relation 


[a-l] “I [a-13 

n exp — COS0 = n -COS0 
n=l J 91=1 - 


it follows that, for 0 < <9 < ^ < ^tt, 


^ i i'^ alt Vi^ ^ 




exp [\7ra cos 6], (48) 


In particular, for 0 = 0 


91=1 I ^ \ 


I exp — Ka^~'^ exp [^na] 


Furthermore, a combination of relations (35) and (48) shows that, for 0^6 ^(p< In, 

^ \iz n , L r iCsin(7Tasin0) . . 

Si [n ^ ^ [ ~ ^J I- — ®^p c - • 


na^ sm 6 


Finally, when d = ^n, the asymptotic behaviour is obtained immediately from 
equation (35). Exphcitly it is rgin sin 6')~|i 

L na^e J ■ <''*> 

It follows from relations (48) to (51), together with the equality of the expressions 
(33) and (34), that for O^d^n and a large and positive, 






= 0[a^^ exp {na sin^ 16}], (52) 

It is now a simple matter to obtain the behaviour of | G | at points on the contour 
for which Re [ib] is large and positive. If equation (52) is substituted in equation (7), 
the result is, for F = 1. / i \ 


( 53 ) 
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so that the modulus of the integrand in expression (32) 



when Re[^;] is 


large and positive A similar result can he obtained for Re [A:] large and negative, 
from which it follows that the integral converges uniformly for all (t — a;) > 0. 
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Measurement of the adsorption of surface-active agents at a 
solution/air interface by a radiotracer method 

By D. J. Salley, A. J. Wbith, Je., Ann A. Aegyle and J. K. Dixon 

Stamford Research Laboratories^ American Cyanamid Comyamj^ 
Stamford, Connecticut, U.S,A, 

{Communicated by E K. Rideal, F,R,S.—Received 23 January 1950— 
Revised 3 April 1950) 


The adsorption, of a water-soluble surface-active agent at the solution/air intorfa(‘.e has been 
measured by taking advantage of the soft beta-radiation from the radioaijtive isotope of sulphur^ 
The method depends upon the fact that, because of *■ self-absorption ’ of the radiation by the 
solution, and because the molecules of a surface-active agent are preferentially adsorbed at the 
mterface, the radioactivity above a solution containing such an agent labelled with radio- 
sulphur should be higher than that from a solution (e.g, of sodium sulphate) m which no 
surface adsorption occurs. 

Carefully purified di-n-octyl sodium sulphosuccmate and sodiiun sulphate were each 
S 3 nithesized with Measurements on solutions of these showed that the radiotracer 
techmque permitted a successful quantitative determmation of the adsorption. Counting 
rates over the solutions of agent were IT to 20 times those of the corresponding sodium sulphate, 
and for some 29 different solutions covermg a range of specific activities (1 x to 5 x 10"'’) 
counts/mm /mol.) and of concentrations (OT to 150 x 10~® mol./ml.) a well-defined adsorption 
isotherm resulted. The surface excess obtamed from the tracer measurements agreed with 
that calculated from surface-tension measurements by the Gibbs equation if it was assumod 
that no Na+ and only H+ were associated with the long-chain ions adsorbed m the mtorfaoe. 
The radioactivity measurements suggested further that, after the agent had formed a uni- 
molecular layer, a further increase in bulk concentration caused further adsorption at the 
mterface. 

An mterestmg aspect is that the rate of adsorption was followed in the low concentration 
ranges. The method promises to be useful for studymg the kinetics of such adsorption 
processes. 

The radiotracer method outlmed above seems to be generally applicable to surface 
phenomena involvmg adsorbed layers, either mono- or multimolecular m nature Although 
this paper describes the use of ^*^8, it is evident that other radioisotopes havmg sufficiently 
soft radiation, such as *®Ca, 5®Fe, etc., could be employed. Moreover, the method appears 
to open considerable possibility for exammmg interaction in surface layers. 
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Iktroduction 

The problem of measuring the amount of water-soluble surface-active agent adsorbed 
at the air/solution interface is of fundamental importance. Especially is this true in 
connexion with surface-tension studies based on the Gibbs adsorption equation. The 
air-bubble method (Donnan & Barker 1911; McBain & Dubois 1929 ) and the 
"" microtome ’ method (McBain & Humphreys 1932; McBain & Swain 1936) provided 
a limited number of direct measurements of surface adsorption, but no simple 
method of measuring adsorption over a wide range of concentration has been 
available. It is the purpose of this report to describe a procedure based upon the 
use of radiotracers. A preliminary note on this work has already appeared (Dixon, 
Weith, Argyle & Salley 1949). 

Consider two solutions, one of ordinary electrolyte and one of surface-active agent. 
Let these solutions be identical with regard to bulk molar concentration, volume, 
area of air/water interface, etc., and further, let each contain equal numbers of 
molecules tagged with a radioelement. The ' self-absorption ’ of the radiation coming 
from within the solution will then be the same in both solutions, but in the case of 
the surface-active agent, the radiation coming from those molecules adsorbed at the 
interface will not be ‘ self-absorbed ’. The activity above the surface of such a solution 
consequently will be higher than that from the solution of ordinary electrolyte, and 
the difference between the two will give the amount of surface adsorption. 

In principle, then, the surface adsorption may be measured, but whether the 
measurement is experimentally feasible depends upon the relative magnitudes of the 
surface and the bulk radiation intensities (equation ( 1 )). Of prime importance in 
this regard is the penetrating power of the radiation, since the softer the radiation 
the more feasible is the measurement; such soft beta emitters as and are 
particularly suitable. However, the concentration of the solution is also concerned 
and the relationships of the various factors involved will be brought out in the 
following development. 

For a solution of surface-active agent 

-^olDserved ~ -^surface “b (^) 

where the /'s represent intensities of radiation. The same equation holds for an 
ordinary electrolyte except that /surface = 

Let r be the activity in counts per minute coming from a solution of a non-surface- 
active electrolyte of given depth in a cylindrical shallow vessel of given area, as 
observed with a mica-window counter tube in position over the vessel. Let /^ be the 
activity which the electrolyte would show if no absorption of the radiation occurred 
in the solution. The ratio (/'//q) = / then represents the fraction of the radiation not 
absorbed by the solution. This is an empirical value dependent on the softness of the 
radiation and on the experimental arrangement It is independent of concentration 
as long as the densities of the solutions are essentially constant. It is independent 
also of the molecular species tagged with the radioisotope. 

Let Jq be the intensity which the bulk solution of a surface-active agent would 
show if no self-absorption occurred. Then 

/q = mvs, 


( 2 ) 
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where m, in. mol./ml., is the equilibrium bulk concentration of the agent after 
adsorption equilibrium is reached, v is the volume in ml. of solution, and s is the 
specific activity of the agent in counts/min./mol. As a result of self-absorption, the 
intensity from the solution will be reduced by the term / so that 

4uik = IJ = (3) 

Let be the mols adsorbed at the solution/air interface 

■^surface “ 


The initial concentration of the agent, mQ, is decreased because of the adsorption 
of agent in the surface, so that at equilibrium 


mv — 

Substituting (3), (4) and (5) in (1) 


(5) 


and solving for 


Observed = + (mo V - m,,) sf. 


m^ = 


■^oljserved 


( 6 ) 

( 7 ) 


It is clear from equation (7) that the smaller the value of/, the more feasible is the 
experimental measurement. Further, bearing in mind the form of the usual adsorp¬ 
tion isotherm, the precision of measurement becomes better the smaller the value of 
mo at which the ^ monolayer ’ is complete. Finally, equation (7) shows that an accurate 
value for depends on an accurate determination of the specific activity term, s. 
The latter, strictly speaking, represents the number of counts per minute a mol. ol* 
the substance would show when spread uniformly over the surfa-co of the water in 
the geometrical arrangement at hand with no self-absorption occurring. 

The surface-active agent, di-n-octyl sodium sulphosuccinato labelled with 
was chosen as experimental material. Calculations predicted that the absorption 
coefficient of the beta-radiation from this isotope was well suited for the purpose, and 
that the available from the U.S. Atomic Energy Commission was of sufficiently 
high specific activity. Knowledge of the surface tension of solutions of the sulpho- 
succinate indicated that the monolayer should be complete at relatively low con¬ 
centrations. Furthermore, synthesis with and subsequent purification seemed 
fairly straightforward. 


Experimental 

Preparation of di-n-ootyl radiosulphosuccinate 

The synthesis of di-Ti-octyl sodium sulphosuccinate on a microscale with radio- 
sulphur involved precipitation of as reduction to reaction with 

NagCOg to form NaH^^SOg, and reaction of the latter with di-n-octyl maleate. 

Radiosulphur, formed by neutron bombardment of potassium chloride,* was 
precipitated as Ba®®S 04 from hot aqueous solution. The active precipitate (12mg.) 

* The material was obtamed from the Oak Ridge National Laboratories on allocation from 
the TJ.S. Atomic Energy Commission. 
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was reduced with an equal weight of finely powdered iron at 1200° C for 1 hr in a 
stream of dry nitrogen, the (98 % yield) being caught in a U-trap in liquid air/^^ 
Di‘'?^-■octyl maleate (twice fractionally distilled, b.p. 169° C at less than 1 mm.) was 
dissolved in absolute ethanol to give 0*002 mol. of ester/g. of solution. Sodium 
carbonate (3*3 mg. as a 10 % solution) was deposited by freeze-drying as a thin layer 
of solid on the walls of a small ampoule. Water (6*8mg.) and the ester-alcohol 
solution (31*0mg.) were added. After freezing and evacuating this system as well 
as the U-tube containing the the gas was distilled under vacuum mto the 

ampoule. The ampoule was then rotated about 8 hr. in an oil bath at 80° C to produce 
the radiosulphosuccinate. 

For purification purposes, the contents of the reaction ampoule were vacuum- 
dried from the frozen state and extracted three times with carbon tetrachloride, 
rejecting insoluble inorganic material. The combined extracts were filtered, then 
carefully pumped off, leaving a radioactive solid (18*5mg.), to which was added 
52*5 mg. of inactive sulphosuccinate as carrier. The whole was dissolved in just 
sufficient 75/25 alcohol/water mixture to effect complete solution at room temperature. 
Recrystallization was then carried out in a small centrifuge at 1° C. Five recrystalliza¬ 
tions were made, the final weight of product being approximately 10 mg. Between 
the second and fifth recrystalhzation the specific activity increased only 10 %, from 
1*26 to 1*38 X 10^^ counts/min./mol.; this is a fair criterion of purity of the final 
product. The yield calculated from the specific activities of the initial and final 
materials and the known amount of carrier was about 10 %. 

Preparation of solutions 

A master solution of radioactive sulphosuccinate was prepared from dry material, 
accurately weighed (microbalance) into a 1 ml. microflask. From this solution a stock 
solution was prepared as desired by pipetting an aliquot into a 1 ml. microflask, and 
in turn from this stock solution aliquots were withdrawn just before use and diluted 
to 10 ml. to provide the solutions used in the actual adsorption measurements. These 
steps were found conducive to reproducible results. The master solution was kept 
in dry ice to avoid possible decomposition, and no solution was at room temperature 
for more than 8 hr. Each solution was used only once for an adsorption measurement. 

Activity measurements 

For activity measurements, a conventional beU-shaped mica window counter tube 
(1*43 cm. inside radius) having a window of about 2mg./cm.^ thickness was used in 
conjunction with a standard scaling circuit. The tube was routinely monitored with 
a standard uranium, a standard 0, and a sodium sulphate sample. 

For counting solutions, a small stainless steel vessel (0*58 cm. inside depth, 
1*62 cm. inside radius) was fitted into a holder by which it could be centred repro- 
ducibly under the counter tube. Ordinarily 2 ml. of solution were placed in the vessel, 
making a solution depth of 0*242 cm. wdth the surface 0*69 cm. from the mica window. 
As expected, solution depth was not critical, the observed activity of sulphate 
solutions increasing only 8 % when the volume was increased from 2 to 3 ml. 

* The procedure was developed by B. K. Madison with one of us (D.J.S.). 
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For counting dried aliquots of solution, two methods were employed. In one of 
these, aluminium foils (5mg./cm.® thick), of the same diameter as the inside of the 
vessel, were spotted with tiny droplets (40 to 50 for a 0-1 ml. aliquot) as closely 
together as possible over the entire area. These, when dried under an infra-red lamp, 
yielded a sample covering fairly well the whole surface. To position the foil under 
the counter tube, it was floated on water inside the vessel or built up on aluminium 
foil to the usual level of the solution. This procedure was thought to reproduce with 
considerable exactness the geometry of the surface of the solution, and is of imi)ortan ce 
in the determination of specific activity. 

The above method of counting dried aliquots was not convenient for routine work, 
so that in most cases an aliquot (O-l ml.) of solution was dried as a single drop in 
a small metal cup. Multiplication of the count in the cup by 0-905 gave the count 
on the aluminium foil. 

No self-absorption correction was necessary for the counts of the dried ali(pxots 
since care was exercised that the layer of dried solid was less than 0-1 mg./cm thick; 
this was possible because of the high specific activity of the preparations. 

Determination of J 

The quantity representing the absorption of radiation by water in the arrange¬ 
ment employed was obtained simply from the activity of 2 ml. of a given sulphate 
solution and of 0-1 ml. of a dried aliquot. The average value of 23 comparisons was 

/ = 0-0153 ± 0*0004. Using the usual exponential formula/ = and noting that 

d was 0*242 cm., an absorption coefficient, a, of 270 cm. for radiation in water was 
derived. This corresponds to a value for the half-thickuoss in water of 2*56 mg./cin.^; 
2*65mg./cm.^ was measured for aluminium. Exact agreement is not to be expected 
since the absorption in water and aluminium would not be identical. 

Specific activity 

The specific activity was defined in the introduction as the activity in counts per 
minute which a mol. of the substance would show when spread uniformly over the 
surface of water under the geometrical conditions existing, with no self-absorption. 
An accurate determination of this quantity is necessary in order finally to obtain 
absolute values of the amount of agent adsorbed at an interface, but its experimental 
measurement was somewhat troublesome. Regarding the geometrical and self¬ 
absorption requirements, it was presumed, as mentioned above, that these were 
sufficiently well approximated by the technique of spotting the sample on an 
aluminium foil. However, the count from a sample spread on water is different from 
that for one on aluminium because of differences in backscattering. Correction for 
such backscattering was sought by two methods. In the one a sodium sulphate sample 
was dried on thin aluminium foil (3'3mg./cm.^) and counted in an upside down 
position first in air, then over aluminium, and finally with a water surface placed 
as closely as possible under the sample but not touching it. The ratio of activities of 
air to aluminium was 0*91 ± 0*02 and that of water to air was 0*99 + 0*02. To attempt 
to eliminate the effect of the support, in the second method the active samples were 
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dried on thin films of flexible collodion 0*03 to 0*06mg./cm.^ thick, these were 
counted first over air and then when supported just above the water surface. The 
value for the ratio of water/air was 1*01 ± 0 * 02 , in agreement with the first method. 
The fact that the backscattering by water was essentially the same as that by air is 
in agreement with expectations from the observations of others regarding back- 
scattering by various materials (Calvin, Heidelberger, Reid, Tolbert & Yankwich 
1949 ). To obtain the specific activity of any sample counts/min./moL, therefore, the 
count observed for a dried aliquot spotted on an aluminium foil and counted at the 
surface of the water in the vessel was multiplied by 0*91, and then divided by the 
known amount of material taken. 

Ordinarily, aliquots of solutions of the sulphosuccinate were dried and counted to 
obtain specific activity measurements. To check upon the results so obtained, micro- 
Garius oxidation of the sulphosuccinate was carried out (Niederl & Niederl 1942 ) and 
the specific activity of the resulting sodium sulphate was determined. The values by 
the two methods agreed, but the precision was higher with the latter (± 3 %), so that 
the specific activity figure used throughout has been based on the micro-Carius 
procedure. 


Results 

Adsorption isotherm by radioactivity method 

The adsorption of the di-?i-octyl sodium sulphosuccinate in the air/solution 
interface has been measured for twenty-nine solutions in seven series of runs, covering 
concentrations from OT to 150 x 10~^mol./ml. and specific activities from about 
10^2 to 10 ^^ counts/min./moL The temperature of all the measurements was that of 
the air-conditioned room 23-9'^C. 

The observed activities of the sulphosuccinate solutions were always higher than 
those expected for corresponding sulphate solutions. Table 1 records data for nine 
typical runs covering low and high concentration ranges. Column 2 gives the initial 
concentrations. Columns 3 and 4 show the specific activity as determined from 
Carius oxidation and from the sulphosuccinate solutions, respectively; these data 
will be discussed below. Columns 5 and 6 contain the calculated and the observed 
counts, respectively. The former is the second term of the numerator of equation (7); 
it represents the count which would have been shown by a sodium sulphate solution 
of the same concentration and specific activity as the sulphosuccinate solution. (It 
may be pointed out here that no correction was made for possible negative adsorption 
of the sulphate since all the concentrations were so low as to make any such effect 
entirely negligible.) Column 7 indicates the count in the entire surface layer of 
8*25 cm.^ area. 

Column 8 contains the number of mols adsorbed per cm.^; these are calculated 
from equation (7). Column 9 gives the solution concentration at equilibrium, as 
computed by equation (5). 

An isotherm showing the mols adsorbed per cm.^ against equilibrium concentration 
is plotted in figure 1, from the data of table 1 along with similar data for all the other 
twenty runs. An enlargement of the initial portion of the isotherm is shown in figure 2. 
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The isotherm indicates that as the concentration increases the amount adsorbed 
in the surface layer rises rather steeply to about2*3x 10-“^<^nioL/cni/‘^ at an equilibrium 
concentration of about 4 x 10“^mol./niL From this point there is a gradual steady 
increase in the adsorption until approximately 5*5 x 10“^® mol. are adsorbed at the 
highest concentration measured. 


Table 1. Experimental data on radioactive sodium di-v-octyl 

SULPHOSUCCINATE SOLUTIONS 


specific activity 



imtial 

counts/imn./mol x 10"^°) 

- - ■' .... 

from from direct 

count (counts/mm.) 

count m 
surface 

mols 

adsorbed 

eqiuhbrmm 


cone , niQ 

Uarms 

measure¬ 

,---^ 

(coimts/ 

per cm.- 

eonc; , //? 

no. 

(mol /ml. X 10®) 

oxidation 

ment 

calculated observed 

mm.) 

10^'^) (moL/ml x 1 

38 

1 3 

150 

100 

518* 2800 

2282 

1 89 

J *05 

48-3 

1 42 

128 

123 

592 2959 

2367 

2 12 

1 33 

70-1 

0 89 

118 

118 

323* 2360 

2037 

2*13 

0 808 

78-1 

0 09 

118 

108 

33 710 

677 

0 700 

0«06l 

78-3 

0*90 

118 

120 

325 2110 

1785 

] 87 

0 823 

82-4 

30-7 

8*77 

8 66 

824 1053 

229 

3-12 

30-6 

187-2 

68*9 

2*18 

2 27 

453 524 

71 

3*90 

68-7 

187-5 

125*3 

2*12 

2-10 

814 896 

82 

4*63 

125-2 

183-2 

71 1 

1*27 

130 

272 309 

37 

3 49 

70 9 



* These counts for the sulphate solutions were 

observed directly. 




Tigitbe 1. Adsorption isotherm as determined from radioactivity. A solution 38, 
m series 48, x solution 70-1, O series 78, (§> senes 82, ■ series 183, A senes 187. 
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Enougli counts on each sample were generally made to make the probable error in 
counting less than ± 2 %. At low concentrations there is good agreement between 
runs, but the scattering is rather large at the higher concentrations because the 
difference between the observed and calculated counts then becomes relatively small. 
Actually, with the probable error of each count of only ± 1 %, the difference in counts 
may be in error by as much as ± 15 to 25 %. The vertical lines through the points at 
the higher concentrations have been estimated to illustrate this spread, and they 
indicate clearly that too much significance cannot be attached to the scattering. 



0 4 8 12 16 20 

equilibrium cone, of solution (mol./ml. x 10®) 


Figuee 2. Enlargement of radioactivity isotherm. A solution 38, # series 48, 

X solution 70-1, O senes 78, (§) senes 82. 

The accuracy of the results is diflScult to assess. It is limited primarily by the 
uncertainty in the value of the specific activity, which may be in error because of 
errors in the geometry and backscattering corrections. It is believed that these do 
not exceed 20 %: consequently the position of the isotherm on the graph cannot be 
much higher or lower than that shown. 

In the following paragraphs, several points of general importance will be mentioned. 

Solutions 38 and 70-1 represent two cases for which there was obtainable a direct 
comparison of the count for identical solutions of the sulphosuccinate and of 
sulphate produced by micro-Carius oxidation. They thus carry out the experiment 
proposed in the introduction. 

To obtain the lower specific activity necessary in the runs at higher concentrations, 
active sulphosuccinate was added to inactive material. This latter had been prepared 
and recrystalKzed on a large scale, analysis for water, sulphur, sodium and ester 
content showing a purity of at least 99 %. The very good agreement of the results 
after dilution of the active materials with the inactive is indicated by comparison of 
series 78 and 82 (figure 2), in which the highest concentrations of the former over¬ 
lapped the lowest of the latter; the specific activity was different by about 15-fold. 


Vol. 203. A. 


4 
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Thus if any impurity was present in the active sulphosuccinate, or in the water used 
in j)repariag the solution, the same kind and amount of impurity was present in both 
the active and inactive preparations. 

The so-called Carius specific activity of column 3 of table 1 is based on the activity 
of the sulphate as determined after Carius oxidation of an aliquot of a weighed sample 
of the sulphosiiccinate. The figures of column 4 are based on counts of dried aliquots 
of the sulphosuccinate solutions used in the actual surface adsorption measurements. 
If the concentrations of these solutions (as calculated from the concentration of the 
stock solution and the known dilutions) were correct, the specific activity of columns 
3 and 4 should agree. The data of the table shows that this is true within a limit of 
error of ± 5 % except for solutions 38 and 48-3. The fact that the concentrations were 
correct shows that the aliquoting and other manipulations were satisfactory. It 
further indicates that adsorption of the sulphosuccinate by the glass of the volumetric 
flask was not appreciable within the limit of error. In order to attain the agreement 
noted, however, it was found important that the 0*1 ml. aliquots be taken when the 
volumetric flask was full to the mark since this provided a low ratio for the area of the 
air/solution interface to volume. The disagreement shown by solutions 38 and 48-3 
resulted from failure to adhere to this sequence. 

Measurement of surface tension 

Measurements of the surface tension of di- 7 i-octyl sodium sulphosuccinate solutions 
were made by the du Noiiy ring method in its refined form as described by 
Harkins & Jordan ( 1930 ). The solutions were prepared from the purified un- 
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tagged agent mentioned previously. The concentrations ranged from 0*2 x 10 “-® to 
225 X 10"®niol./mL, the lower limit being that for satisfactory precision. Surface 
tension measurements made on the solutions employed in the counting experiments 
were in substantial agreement with those for untagged agent. 

The results of the surface tension measurements are shown in figure 3. The curve 
shows no minimum at the concentration where micelles are formed and gives 
satisfactorily the average slope of the surface tension-concentration curve over the 
range studied. However, there was indication of a slight concavity to the abscissa 
axis, but since the slope could not be established to within ± 20 % over any two- or 
threefold variation of concentration the best representation is the straight line shown. 

Goynparison of adsorption isotherms 

The Gibbs adsorption isotherm expresses the relationship between the surface 
tension and the excess of material in the surface layer (Adam 1938 ). In the develop¬ 
ment which follows concentration, c, in mol./ml., is employed in place of solute 
activity as a first approximation; this assumption is justified here because the 
solutions are very dilute and because the activity coefficients are close to unity for 
certain homologues of the sulphosuccinate used (McBain & Bolduan 1943 ). 

The development of the Gibbs equation for uni-univalent electrolytes completely 
dissociated in solution leads, according to Brady ( 1949 ), to the final form 

r = —J—^ (8^ 

•IRTdhxc^ ^ ’ 

where y is the surface tension, T is the excess adsorbed in the surface, and c is the 
bulk equilibrium concentration. This equation contains a factor of two which does 
not appear in the conventional Gibbs equation for a non-dissociating solute. The 
factor of two arises because of the assumption that the salt, in this case sodium 
sulphosuccinate, is adsorbed in the interface, the two ions being present in equal 
amounts. 

In the present instance equation ( 8 ) does not appear to fit the experimental facts. 
The amount of sulphosuccinate adsorbed in the interface as calculated from the 
surface tension curve of figure 3 using equation ( 8 ) gives a value of about 
1*2 X IQ-^mol./cm.^ for the concentration range 0*2 to 70 x 10 ”^moL/ml. This is 
about one-half the value observed by the radiotracer method, estimated from 
figure 2 as 2*4 x mol./cm.^ at the knee of the isotherm, and it is believed that the 

precision of both the counting and the surface-tension measurements is such that 
the difference is real. Another disturbing point is that the area for the sulphosuccinate 
molecule calculated from surface tension in this manner is about 130A^, a value 
about twice as high as might be expected. 

These serious discrepancies led to a re-examination of the assumptions upon which 
the above equation was developed. In a private discussion Professor L. Onsager of 
Yale University suggested that the capillary-active species adsorbed in the interface 
was the free bis-{n octyl-) sulphosuccinic acid, and not the sodium salt. This could 
arise from hydrogen bonding of the sulphosuccinate ions in the interface, and/or 
from the fact that the adsorption of the long-chain ions in the surface produces 


4-2 
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a potential which would greatly lower the dissociation of the sulphosucciiiic acid. 
In any event, the protons would be supplied by dissociation of the water in the bulk 
solution, the water acting as an infinite buffer. On the assumption that the sulpho- 
succinic acid is the adsorbed species and that the hydrogen-ion concentration does 
not change in the bulk of the solution, the Gibbs equation reduces to the conventional 
form , , 

(9) 


r = 


1 

ET dine 


The factor of two in the equation is thus eliminated by the assumption that 
the acid is at the interface. The excess measured by the radiotracer method and 
that calculated by equation (9) becomes practically identical at the value of 
2*4 X 10 ~^<^mol./cm.^, as is evident from figure 2 . The calculated molecular area then 
is about 65 per molecule, a reasonable figure which is supported by Pischer- 
Hirschfelder models. If this interpretation of the results is correct, it indicates that 
an important advantage of the radiotracer method in conjunction with surface 
tension measurements is that together they may provide an insight into the com¬ 
position of the surface layer. 

The isotherm from the radioactivity measurements was drawn with a long slow 
rise after the initial steep portion because the precision of the counting procedure 
could not justify the presence of any break at the micelle point (70 x 1 O^^moL/mL). 
Represented in this fashion, the radioactivity isotherm suggests the possibility of 
multimolecular adsorption, and, in fact, the similarity of the observed isotherm to 
a Brunauer-Emmett-TeUer (Brunauer 1943 ) isotherm for the adsor])tion of gas on 
a solid is obvious. However, the question must be examined here as to what con¬ 
stitutes the ‘ surface ’ in the sense of the present development. The self-absorption of 
radiation is less than 1 % for a layer of solution 10,000 A thick. Since i % is at 
best the experimental limit of precision, in reality, therefore, an observed increase in 
activity could arise from any increase in concentration of molecules of surface-active 
agent in a layer of this depth. Consequently, no closer definition of the location of the 
molecules can be made. A discussion of the possibility of multilayer adsorption has 
been presented recently by Henniker ( 1949 ). 

An alternative possibility for the slow rise in the counting isotherm is that, if the 
sulphosuccinate ions are associated below the critical concentration, the actual 
concentration of the long chain ions would be appreciably less than the analytical 

concentration. This would lead to a gradually increasing value of . . so that the 

dmc 

surface excess based on surface tension would increase with concentration, in 
agreement with the radiotracer results. 


Kinetics of adsorption in the interface 

At high concentrations, the activity obtained for a sulphosuccinate solution was 
steady, but at low concentrations the counts increased with time up to a final steady 
value; figure 4 shows examples of each of these. These observations suggested the 
possibility of studying the kinetics of adsorption at the interface. Examination 
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indicated that although the data for each run conformed to a first order rate, the 
rate constant obtained was a function of the initial concentration, and the effect of 
concentration could not be satisfactorily taken into account. 



Figxjee 4. Increase in count with time of radioactive solutions ® solution 78-3, calculated 
count of the bulk solution = 325 counts/inm.; x solution 78-1, calculated count of the 
bulk solution = 65 counts/min. 

A treatment of the data on the basis that diffusion to the interface was rate¬ 
controlling was then made following the simple equation given by Ward & Tordai 
{ 1946 ; Blair 1948 ) 

m„ = 2OTo —, (10) 

7T 

where = mols adsorbed at any time, t, — initial (constant) concentration, and 
D = diffusion coefficient. A plot of the mols adsorbed versus time on a log-log graph 
gave straight lines for those runs for which satisfactory adsorption/time data were 
obtainable. The values of the slopes should be 0*5, but this was true in only two cases, 
the remainder being in the neighbourhood of 0*4. The data are shown in table 2 . 
Diffusion coefficients calculated on the basis that 0*5 was the correct exponent 
ranged from 0*7 to 2*2 x lO'^cm.^/min. They varied with initial concentration, de¬ 
creasing more or less regularly as the concentration increased. None the less they were 
of the correct order of magnitude, since it was estimated that the diffusion constant 
of the sulphosuccinate ion should be in the neighbourhood of 3 to 4 x 10“^cm.^/mia. 
(Judson 1949 ). 

The analysis of the kinetics of adsorption has not been presented in more detail 
because lack of close control of the temperature, of evaporation effects, and of other 
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factors may hare distorted the results. None the less, the radioactive technique 
offers a promising experimental ap^iroach, since it provides directly a measiircnient 
of the amount of material in the adsorption layer. However, it must be pointed out 
that interpretation is not unambiguous. This arises from the fact, as mentioned 
above, that the surface can only be defined within a limit of 10,000 A so that as soon 
as a molecule moves into this region it should be counted. Hence, the actual step 
whereby the molecule becomes adsorbed in the surface may not be clearly definable. 

Table 2. Dieetjsion coeeeiciexts ixto an aie/water inteeeaoe 


initial bulk 
concentration, niQ 
(moL/ml. X 10-«) 

slop© 

DxW 
(cm.^min ) 

M3 

0*39 

0*7 

0-7 

0*38 

1*6 

0*45 

0*38 

0*7 

0-28 

0*40 

2*2 

0-18 

0*50 

1*4 

0 14 

0*50 

1*2 

0*09 

0*39 

’ 1*8 


Applications 

The radiotracer method outlined above seems to be applicable to surface pheno¬ 
mena involving adsorbed layers, either mono- or multi-molecular in nature. Although 
this paper describes the use of it is evident that other radioisotopes having 
sufficiently soft radiation, such as ^®Ca, ^^Fe, etc,, could be employed. The dis¬ 
cussion concerning the comparison of the surface tension and surface counting results 
emphasizes the desirability of being able to examine interaction in surfacjo layers, 
especially that of small ions with adsorbed surface-active agents (cf. Reichonberger 
1947 ) For example, by using labelled sulphate, the adsorption of sulphate ions in 
the surface layer in a solution containing both cetyl pyridinium chloride and sodium 
sulphate has already been measured in some preliminary work. Since the small ion 
can be tagged more easily than the surface-active long-chain ion, this method of 
stud 3 dng surface adsorption and rate of formation of surface layers may be 
particularly useful. It may be necessary, however, to label both the long-chain ion 
and small gegenion in order to obtain a complete understanding of the ionic 
interactions in the surface layer. 

The application of the method to the study of surface phenomena in systems 
containing several surface-active materials is under consideration. In the case of 
such mixtures, measurements of surface tension are not capable of yielding data 
that can be interpreted simply, but the tracer method will indicate the presence and 
amount of the tagged agent in the interface. Interaction of dissolved substances with 
insoluble surface layers, for example of a labelled drug or ion with a protein film, 
seems a possibility of great mterest. 
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Diffusion and flow of gases and vapours through micropores 
I. Slip flow and molecular streaming 

By P. C. Cabiian 

{Communicated by E. K. Rideal, F.R.S.—Received 25 January 1950) 

It has been shown that the slight minimum found by Knudsen m the plot of G against p for 
circular capillaries is very much exaggerated for non-circular cross-sections. Since the pore- 
system m a porous medium must correspond to non-circular sections, a similar mmimum 
might be expected. Such a possibility would give rise to considerable uncertainty m applying 
gas permeabilities to the determmation of specific surfaces of very fine powders, when flow 
takes place mamly by molecular streaming. 

The mmimum should appear when dg=A (transition region). By using a number of 
powders of different particle size and four different gases, a very wide range of values of dJA 
on both sides of unity has been covered. It has been estabhshed clearly that, while the plot 
of G agamst p sometimes undergoes a small and very gradual change of gradient in the 
transition region, no sign of a minimum has been detected. For all practical purposes, it is 
sufficient to assume that G agamst p is hnear for all values of p. 

For a powder of Fyrex glass microspheres, the value of d/fc's=0‘46, which agrees m 
magmtude with theoretical expectations. For different plugs, and also for the same plug, 
when G agamst p is curved, has different values, but the total range of variation is not 
large. 

The foregoing conclusions are not dependent on porosity or pore texture. The pore texture 
of fine powders at high porosities is so non-uniform that the surface calculated from per¬ 
meability IS 50 % or less of its true value, but the transition from slip flow to streaming is 
unaffected and values of SJh' are normal. 


Mow of a gas through a porous solid is generally regarded as analogous to flow 
through a bundle of capillaries. If the diameter of the pores is not too small, flow-rates 
a,re inversely proportional to viscosity, in analogy to Poiseuille’s law. It has also been 



66 


P. C, Carman 


realized for several years (see Adzumi 19376; Klmkenberg 1941; Knitter & Day 1941; 
and Calhoun & Yuster 1946) that, when pore diameters become comparable with or less 
than molecular mean free paths, viscous flow undergoes a transition to slip flow^ and 
thence to molecular streaming, just as observed by Knudsen (1909) for capillaries. 
Molecular streaming is really a process of diflFusion. It is independent of viscosity, 
but obeys Graham’s law, i.e. the rate under otherwise equal conditions is inversely 
proportional to the square root of the molecular weight. In a mixture, each gas flows 
independently at a rate determined by its molecular weight and partial pressure 
gradient, enabling separations to be achieved. 

Fine pores correspond to a large internal surface, so that effects due to adsorption 
become noticeable, particularly in the case of physical adsorption of vapours. 
Molecules so adsorbed are more or less free to move over the solid surface, so that, if 
a pressure difference is maintained across a porous solid, a corresponding surface 
concentration gradient is produced and flow by surface diffusion can take place. 

The present studies are concerned with the transition to molecular streaming and 
with flow by surface diffusion. To form a pore structure with controlled char¬ 
acteristics, it is best to compress a fine powder to a plug, in a tube of uniform bore, 
since the powder can be carefully selected and taken to any desired degree of 
compaction. Compared, say, to a porous solid such as a charcoal rod, accidental 
cracks and channels of relatively large dimensions are eliminated, while there is no 
possibility of leakage at the sides when a pressure difference is applied to produce 
a flow. 


Problems in transition to molecular streaming 

As it is not possible to deduce rigorous equations for flow in porous media, resort 
must be made to analogy with flow through bundles of capillaries. The first serious 
attempt to deduce an equation with a slip term was made by Adzumi (19376), who, 
however, merely assumed that the porous medium was equivalent to a bundle of 
straight, parallel, circular capillaries. He does not seem to have been aware of the very 
successful treatment of Kozeny (1927) for viscous flow through porous media, and 
Rigden (1947) was therefore first to extend Kozeny’s ideas to the slip term. Arnell 
(1946, 1947, 1948) independently adopted a similar approach, and a later paper by 
Carman & Amell (1948) reviewed the position. 

The equation arrived at may be put in the form 

GL /( 2 RT\ 

A kTj Sli 1 - e )2 + U'{ 1 -- e) ;So a/ U-M / * ^ ^ ^ 

In this, the first term on the right-hand side is the Kozeny term for viscous flow in 
porous media, and it has been found that i = 5 - 0 . For the same porous plug and the 
same gas, all quantities except GLjA and are constant, so that, plotted against one 
another, a straight line is obtained. From the gradient of this, assuming k = 5,. 
Sq can be calculated. The second term is the intercept at p = 0, so that, substituting 
Sq, a value for Sjk' is obtained. It was shown by Carman & Arnell that 

(i) ^0 is in agreement with other methods of measuring particle surface, 

(ii) for a given powder, SJk' showed no large, consistent variations with porosity,. 
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(iii) assuming S = 0*9, nearly all values of Ijk' lay between 0*4 and 0*6, which was 
in accord with theoretical expectations. 

The main application of ( 1 ) is for the determination of surface and it seems 
sufficient for this purpose to introduce a reasonable average value for Slk', e g. 0*45, 
and to solve for Sq, It is then only necessary to make a permeability test at a single 
value of p. This is indeed satisfactory when the slip term is less than the viscous flow 
term, but, as the equation is applied to finer powders, a point is eventually reached 
where the viscous flow term is negligible and pure molecular streaming is obtained. 
Now, for flow in circular capillaries, Knudsen 1909 pointed out that, when molecular 
mean free paths are of the same order as capillary diameter, the plot of GLjA against 
p is no longer linear, but passes through a minimum and then approaches the limiting 
value for molecular flow at low pressure. This is illustrated in figure 1 , taken from 



Figube 1. Transition region for circular capillary from Knudsen’s data, a, observed 
curve; b, extrapolation from high pressure. 

his data. If similar behaviour apphes to porous media, it means that calculations of 
Sq are beset by uncertainties in the ^ slip term ’ in the very region where this is the most 
important term. In effect, Sjk'’ is no longer constant in this range, but varies toward 
higher values as p decreases. At first sight, it seems possible to avoid the use of the 
slip term by obtaining GL/A for a series of values of plotting one against the other, 
and calculating Sq from the gradient of the straight line obtained. There are several 
objections to this procedure. It would only be of interest when the viscous flow term 
is relatively very very small or negligible, so that the gradient would be small and 
would be very difficult to measure accurately. Further, it is obvious from figure 1 that 
an apparently straight line may be obtained over a limited range of pressures, but 
that its gradient may be in error by several hundred percent if measurements are in 
the vicinity of the minimum, as would most likely be the case in examples of practical 
interest. To these points may be added the fact that the main feature of the per¬ 
meability method has been its experimental simplicity, and its speed. It is not 
desirable to multiply the time taken for each determination by a larger factor. 
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It is clear that it is vital to make a careful study of the behaviour of the plot of 
GLjA against in the ‘transition region’ before the permeability method can be 
applied with any confidence to very fine powders. 


Theoey 

Equations for flow in porous media can only be approached by analogy with flow 
in capillaries, and in particular, with non-circular capillaries It will be shown here 
that such an approach leads to very disturbing conclusions. 

The equation for flow in circular capillaries can be written 

A Z 27 i^ 4 / 3 ’ 


in which the last term is the slip term. Maxwell (see Loeb 1934), and later Millikan 
(1923), evaluated the coefficient of external friction, /?, from theoretical considerations 
as follows: 






jTRTj2-f 


( 3 ) 


where / is the fraction of molecules which undergo diffuse reflexion at the capillary 
walls. Thus ^ j //„D/r\ o f 

( 4 ) 


GL 
A " 


d, j(nRT\ 2 -f 
3271 ^ i J\ 2 M / f 


and a plot of GLjA against p should be linear. The derivation of ( 3 ), however, dejiends 
on the assumption that dg is very much greater than the mean free path, A, where 



( 5 ) 


Knudsen (1909), and later Smoluchowski (1911), discussed the case whore dg<iA, 
and the outcome was equation (6) for molecular streaming: 


GL 

A 


2 dg( 2 RT\ 2 -f 
3 {ttMJ f • 


( 6 ) 


This differs from the shp term in its numerical factor. Equations (4) and (6) can be 
combined into a general equation by introducing a numerical factor, S, which includes 
the factor, (2-/)//, and is a function of the ratio dJX. 

A 327i'^ Z ^ > 

The relationship between 8 and dJX in the transition range has not proved amenable 
to a rigorous analysis, but theory and experiment confirm that it should approach 
two constant limits, namely, 

8 = 8 , = ^^^, 

Jo 

S=Sy^ = — — 

" 16 /i ’ 


when dg<^X, 
when 


( 8 ) 
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Ill molecular streaming, Knudsen and subsequent workers have always found/Q = 1 , 
whence Sq — 1. When (4) applies,/is once again constant, but appears to undergo 
a decrease in the transition range, with the result that S does not decrease from 
1*0 to 37r/16 == 0-59, but to some intermediate value. The minimum in figure 1 arises 
from the variation in S when and A are of the same order. Though Knudsen 
suggested an empirical function for d in terms of dJX, this is not generally apphcable. 
In particular, when is constant for a particular system, but varies with 

different gases and different surfaces, so that shows a corresponding variation. 
This is illustrated in table 1 . In this, values of in brackets are calculated by 
equation ( 8 ) from values of 8^ obtained with capillaries; values of in brackets are 
calculated from values of obtained with falling drops and concentric cylinder 
viscometers. 

Table 1 


system 


fi 

Hg—silver (a) 

0*89 

(0*80) 

H 2 —alummium (a) 

0-81 

(0*84) 

Hg—copper (a) 

0-79 

(0*85) 

H 2 —^iron [a) 

0*73 

(0*89) 

Ha—glass ( 6 ) 

0*91 

(0*79) 

CgHa—giass ( 6 ) 

0*88 

(0*80) 

CgHg—glass ( 6 ) 

0-90 

(0*79) 

air—glass (c) 

(0-73) 

0*89 

air—afresh shellac (c) 

( 0 * 88 ) 

0*79 

air or CO 2 —old shellac or machined brass 

(0-59) 

1*0 

air—^mercury (c) 

(0*59) 

1*0 

air—oil ( 0 ) 

(0-73) 

0*895 

CO 2 —oil (c) 

(0-69) 

0*92 

Ha—oil (c) 

(0-69) 

0*92 

He—oil (c) 

(0-76) 

0*90 

He, Ha, air, O 2 —silver oxide {d) 

(0*59) 

1*0 


Beferences: a, Adzumi 1939 ; 6 , Adzumi 1937 a; c, Millikan 1923 ; d, Blankenstem 1923 . 


For non-circular cross-sections, a rigorous treatment involves considerable com¬ 
plexities, so that a more generally useful approach is to make use of the mean 
hydraulic radius, m, in place of capillary diameter, where 

_ cross-sectional area __ volume of capillary 
cross-sectional perimeter internal surface of capillary' 


and is for circular sections. Then, in place of equation ( 2 ), we have 


GL 

A 


m^p 

Kv 


+ 


mp 

T’ 


(9) 


where = 2-0 for circular sections and has only a limited range of variation for other 
shapes, as shown in table 2 . In the slip term, /? is given by (3), and, according to 
Millikan's derivation, the slip term in (9) should be equally vahd for all shapes. 

Knudsen ( 1909 ) presented a general equation for molecular streaming which can 
be put in the form q,™ //oi>/nx 


OL _ 8 m jl2RT\ 
.4 “ 3 


(10) 
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and which is therefore also independent of shape, Smoluchowski ( 1911 ), however, 
later showed that this is not correct, and equation ( 10 ) must therefore be modified 
to equation ( 11 ), by introducing a numerical factor, to take care of changes of 
shape. Typical values calculated for \ are shown in table 2 : 


Table 2 


shape of cross-section 

*0 

k. 

circle 

2 00 

1-00 

square 

1*78 

0-90 

rectangle • breadth = 2 x height 

1*94 

0*87 

breadth = 5 x height 

2-38 

0-78 

breadth = 10 x height 

2-65 

0*68 

parallel plates 

3*00 

(0) 


GL _ 8 m j{2RT\ 

"X “ 3*1 a/ I / * 

A general equation for non-circular sections thus becomes 

GL SmS l/2RT\ 

A 3*1 V I ' 


( 11 ) 


( 12 ) 


in which 5 has the limiting values given by equation ( 8 ) when m<^A and m>A 
respectively. In the transition range, however, there is not only the change in 8 to 
be taken into account, but also a variation of *1 from the values in table 2 to a probable 
value of unity at high values of p. 


Flow between parallel plates 


The only data on the transition range for non-circular sections are those of Gaede 
( 1913 ) on flow of hydrogen at 17° C between parallel plates, and it is therefore 
desirable to analyze them in some detail. For flow between parallel plates, separated 
by a distance h,m — and *0 = 3*0, provided that the ratio of the breadth of the 
plates, 6 , to the height is so large that it can be regarded as infinite. Further, A == bh, 
whence equation ( 12 ) becomes 


^ ^ bh^p m^8 jl2RT\ 
12'}]L /J \ ttM j ' 


(13) 


Since flow took place through two parallel openings, each 1*7 cm. wide, i.e. b = 3-4cm., 
whilei = 0* 12 cm. and the nominal value of* was 4 X 10 -”^ cm., the ratio of 6 to*was 
indeed very large. 


Table 3. Gaebe^s data for parallel plates {p m mm.) 


P 

G 

p 

0 

p 

G 

707 

0-779 

9-3 

0-281 

0-32 

0-431 

652 

0-741 

5-45 

0-305 

0-265 

0-441 

484 

0-609 

4-44 

0-304 

0-131 

0-465 

307 

0-456 

2-7 

0*334 

0-079 

0-486 

228 

0-381 

2-2 

0*332 

0-065 

0 498 

114 

0-295 

1-33 

0-359 

0-039 

0-523 

59 

0-264 

1-08 

0*375 

0-019 

0-540 

16-1 

0*273 

0-67 

0-411 
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As Gaede’s analysis of Ms own data will be ignored, they are repeated in table 3. 
The transition range is shown in figure 2. The most important point, in contrast to 
figure 1, for circular sections, is the enormous exaggeration of the minimum, and it is 
proposed now to examine whether this is in accord with theoretical expectations. At 
high pressures, Q against p gives a straight line, shown extrapolated in figure 2. The 
equation for this is 


G = 8-6 X 10”"^p4-0T8 (pin mm.) ] 

\ (M) 

= 6*45 X 10''^p-f0*18 (p in dynes/cm.^).J 


It follows that 


bh^ 
127] L 


6*45 X 10-7, 


and, taking 9/ = 0*88 x 10“^ poise for hydrogen at 17° C, the true value of h proves 
to be 2*88 x 10~^ cm. As Gaede Mmself considered direct measurement of h doubtful, 
and as a sufficiently wide range of high pressures was covered to establish the 
gradient with certainty, calculation of h from the flow data is entirely reasonable. 
It follows that for the intercept 


0*18 


//2J?y\ 
Bk^Zf a/ \ ) 


In this range, k^ is rigorously equal to unity for parallel plates, whence, substituting 
the value of h just obtained, we obtain 

8 ^ = 0 * 66 . 


This compares reasonably with values given in table 1. The pressure at which 
A = /i/ IS 31 mm., which is in the vicinity of the minimum in figure 2. 



Figubb 2. Transition region for a slit, using Gaede’s data, a, observed curve; 

6, extrapolation from high pressures. 

At low pressures, a constant, limiting value of G was approached very slowly, 
compared with circular capillaries. The apparent limit obtained on extrapolating the 
data at the lowest pressures is 0*56, but it is possible that even this was too low. The 
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reason for this is apparent if we consider that pure molecular streaming requires 
A to he very much larger than all dimensions of a cross-section. The transition to 
molecular flow starts when A ~ A, but it cannot be complete till A > 6 . For molecular 
streaming, we have seen that we can always take ^ = 1 , whence, putting 


0-56 


II2RT\ 


we obtain = 0-49. Now, the theoretical value of for molecular streaming 
between parallel plates is zero, but this imposes the impossible condition that both 
Ljh and bjh are infinite. In an analysis of Gaede’s data, Klose ( 1931 ) applied 
Smoluchowski’s formula for a rectangular slit, which gives ~ 0-25, but this formula 
assumes that L^b, Lp-h, which is not true in this case. The correct formula for 
a rectangular sht when b^L^h, according to Clausing ( 1929 ), is 


7^ _ 


which gives = 0-44. Bearing in mind that the experimental limiting value of G is 
likely to be too low, and hence the value of too high, the agreement between 
calculated and experimental values of k^ is excellent. 

We can thus conclude that equation ( 12 ) would apply equally well to other cross- 
sections, using appropriate values of fcg and k^. 


Poro'iis media 


The approach used by Kozeny ( 1927 ) and extended by Eigden ( 1947 ) and Arnell 
( 1946 , 1947 , 1948 ) is to assume that the porous medium is equivalent to a collection 
of non-circular capillaries, and to substitute in equation ( 12 ). The mean hydraulic 
radius in this case is given by 


m — 


e 


(15) 


and correction has to be made for the facts that flow is restricted to a fraction, e, of 
the total cross-section, and that a tortuous path of actual length, Z/g, is traversed 
through a plug of length L. Thus ( 12 ) becomes 


GLIL^ m^jp SmS //21?r\ 
Ae\L) N I/ ’ 

Substituting for m, and putting 


k — Zq 



and 



k ’ 

/C/Q 


(16) 


(17) 


we obtain equation ( 1 ). 

Suppose, now, that we consider possible values of Sjk', i.e. dk^jk-^k in equation ( 1 ). 
For the mean pore diameter, d^, we can write 


4e 


dg = 4m — 


(18) 
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Then, if we can take = 1, while S has a lower limit of 0-59, but can generally 
be expected to have somewhat larger values up to about 0 - 9 . Taking the average 
shape as more or less rectangular, a typical value of should be 2 - 5 , wMle k = 5 - 0 . 
Thus, SIk' whoiild generally fall in the range 0*3 to 0-5, which accords with the data 
reviewed by Carman & Arnell ( 1948 ). 

The possibility of changes in S/k' in the transition range, however, seems very 
probable. We have seen that, for circular capillaries, changes in din this range seldom 
exceed 10 to 20 %; but, for parallel plates, a change of over 300% in S/k' was 
observed. This is admittedly an extreme case. Suppose we consider the type of change 
in Sjk' which might be expected in the transition range of a porous plug. If, say, we 
take = 1 , = 2*5, = 0*8 at high pressures, the calculated value of the ratio is 

0*4. For molecular streaming, d = 1 , and a rectangular slit which gives k^ = 2-5 
should also give k^ cr: 0*7, whence djk' 0*7. For determination of specific surface of 
very fine powders such variations would be serious, since it must be remembered that 
djk' is actually measured empirically, and this is only possible above the transition 
range. It is shown in the present work that djk' shows remarkably little variation in 
the transition range; but this could not have been predicted from theoretical 
considerations. 


Experimental 

The apparatus was intended primarily for the surface-flow measurements to be 
described in part II (Carman & Malherbe 1950 ). For these, a stationary flow-rate must 
be maintained for long periods to produce equilibrium. A diagram of the apparatus 
is shown in figure 3. The simplest method for maintaining constant pressures was to 
maintain a slow leak of the gas being used through the two mercury-filled columns, 
A and B. The heights in these were adjusted by running mercury in at taps, and 
2 ^, or running it out at the bottom. To begin an experiment the gas supply was 
connected at 2^, Taps 2\, T 7 and 3^2 were closed, while all others were opened, 
and the apparatus was pumped out {T^ was only opened when pumping was taken to 
a very hard vacuum). With 2^^, 2\x closed, 2^ was opened to allow gas to enter. 
Then, with and 2^ closed, 2 \q was opened till a stream of gas was bubbling through 

A and B, after which“2 \q was adjusted till a slow, steady rate of bubbling was 
registered in (7 by a layer of dibutyl phthalate just covering the tip of the inlet tube. 
The pressure, p^, was then recorded by manometer, and the pressure drop, A^, 
by Jfa* To stabilize pressures, a surge volume, D, was needed between A and B. In 
some cases, for small values of Ap, dibutyl phthalate was used in B and a manometer 
filled with the same liquid (not shown in the diagram) replaced Ifg. Both M-^ and 
were constructed of 14 mm. o.d. tubing to avoid meniscus errors. By careful attention 
to the design of A and B, pressures could be maintained to 0 * 1 mm. for long periods. 

Before starting the experiment, the plug was formed in the permeability tube, 
jE?, and one end was connected to a short piece of pressure tubing, F, The other end 
was tapered to fit into the Aj^q joint, (?. For accurate measurements of flow-rates, 
which were sometimes as low as 1 ml./hr., it was decided that only direct measurement 
of volume at constant pressure could be used. This was done with the burette, 2?, 
connected at one end to an .4 7 joint, and, at the other, by pressure tubing to the 
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mercury reservoir, J. For, iJ, a 10 ml. and a 1 ml. burette were used interchangeably. 
To maintain constant pressure, the method of Kohman ( 1929 ) was used, namely, 
generation of gases between platinum electrodes in an oxalic acid solution in the 
electrolytic cell, K. With closed and open, this displaces mercury from J to 
H at the same rate as gas is withdrawn from if, thereby keeping the pressure in 
H constant at When is closed, a volume of gas at^p^ is trapped between the plug 
in jEJ, mercury in H and differential manometers, and filled with mercury and 
dibutyl phthalate, respectively. As gas passes through the plug, mercury is drawn 
away from the upper platinum contact in M^. This activates a relay system which 
brings E into operation, compressing the gas in H until the contact in M is remade. 
The pressure in i? is thus automatically kept at The stopper, L, is used for filling 



or cleaning Ifg. The manometer, is an auxihary, used onlynvhen ilfg is being filled, 
since it is very much more sensitive, and only with its use can exactly the right 
amount of mercury be placed in to ensure that pressures on each side of Afg are 
identical when the contact is functioning. During an experiment, tap % is kept 
closed. When H is full, tap is opened, and is cracked open, allowing gas to 
escape from J till a new charge of gas has been drawn into H. When and are 
closed, a new measurement begins. It should be noted that repeated refilling of 
E involves no disturbance of the steady flow-rate through the plug in E. Successful 
operation depends on the sensitivity of M^. The trapped volume must be kept as 
small as possible, so that capillaries are used as shown; and, since a wide tube is 
desirable for manometer, the contacts are placed at the surface away from H since 
they would take considerable space. The mercury surface must remain scrupulously 
clean, and must not become oxidized by sparking. As the relay operated at 50/^A, 
this gave no trouble. For the cell, AT, a 12 V battery was used, with a rheostat, so that 





Diffusion and flow of gases and vapours through micropores. I 65 

the rate of electrolysis in each experiment could be adjusted until it approximately 
balances the rate of flow through the plug. This was necessary if was to function 
under optimum conditions. 

The lower the pressure, the less sensitive will be In practice, no experiments 
were carried out with^i < 25 mm. It is thus evident that, compared with the constant- 
volume type of apparatus used by Knudsen and others, the present apparatus is less 
simple and is restricted to a very limited range of mean pressures, roughly, from 
15 to 650 mm. (atmospheric pressure at Pretoria, 660mm.). For the work in the 
present paper, it is admittedly much less suitable than a constant-volume apparatus, 
but, within its hmits, it was capable of giving accurate results, and it is not felt that 
it has affected the conclusions reached. 

Usually, in making a series of runs at different pressures, Ap was left unchanged, 
and only p^ was altered by varying the level of mercury in A. Many experiments, 
however, have confirmed that the same value of^ = always give the same 

value of (x = pJApt, where t equals time in seconds for 1 ml. at pressure, p^^, to flow 
through the plug, irrespective of the distribution of p^ and p^. 

It will be noted that the design allows E to be surrounded by a constant- 
temperature bath, and this was always used. No control of temperature in H was 
used. If temperatures in E and H are, respectively, T and K, then 1 ml. in 
H corresponds to TjT^ ml, in E. The time for flow of 1 ml. at K must therefore be 
corrected by the formula ^ 

^corr ^ ^ p * 

Formation of a plug of known dimensions is shown in figure 3a. The tube, E, is of 
polished, hardened steel with an accurate bore of 0*705 cm. The weight of the plug is 
found by difference, and its length by compressing between hardened steel plungers 
of total length 10 cm. and diameter 0*7 cm. The increase over 10 cm, is the length, 
L, of the plug. 



Figube 3a, Formation of plugs in permeability tube, B* 

Owing to the limited range of pressures which could be covered for a single gas, 
experiments were carried out with four gases, covering a wide range of molecular 
weights, namely Hg (2*016), air (28*8), COg (44) and CF 2 CI 2 (121)« The first was 
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generated from zinc and sulphuric acid and purified in the usual way; air was freed 
from CO 2 and water vapour; CO^ was taken from a cylinder and dried. It was tested 
for purity by absorption in aqueous potash. Freon-12, CP 2 CI 2 J was also taken from 
a cyhnder, the middle portion of the contents of each full cylinder only being used. 

Measurements were made at 20 ° C, and viscosities were determined by sealing 
a 2 cm, length of capillary with a nominal bore of 0-05 mm. to an A^q joint and fitting 
this in place of H. Measurements were made at different pressures and data were 
treated in the same way as those for porous plugs, i.e. by plotting G against 
a straight line was obtained, for which the gradient is inversely proportional to 
viscosity and the intercept to the inverse square root of the molecular weight. It was 
assumed that 7 for air was 1*82 x 10 ”^ poise and other viscosities were calculated 
from this. The viscosities of Hg and COg agreed with the literature, and that of CF 2 CI 2 
with Benning & Markwood ( 1939 ). As a check on accuracy, intercepts were multiplied 
by and found to give reasonably constant products. The values accepted in the 
following were: 

viscosity at 20° C 
gas (poise) 

H 2 0-89 X 10-^ 

air 1-82 x 10“^ 

CO 2 1-48 X 10-^ 

OFgaa 1*24 X 10-4 

Results 

For the following work, equation ( 1 ) may be written as 

GL i-nSF, /m 

A ~ Q'tjSC k'8o Vl-M'/’ ^ ^ 

i.e. k = 5-0, |^( 2 / 7 r) = 2-13, and Fj^ and F^ are the porosity functions, ^ 3/(1 — and 

6^/(1 — e). The value of A was always 0-39 cm. 

At least at pressures well above the transition range, 0 against p should give 

a straight line ^ , 

^ G = ap + b, 

Then, from equation (la), we can calculate Sq from the gradient 



This is in turn used to calculate djk' from the intercept 

_ 8^bL l/M\ 

¥ 2-13^2-4 VUW’ 

The first experiments were carried out with a relatively coarse powder so that the 
slip term should be relatively small. Since a clean sample of Transvaal chromite was 
available, crushed and carefully air-separated into size fractions, the 5 to 10 /^ fraction 
was selected. Experimental points for G against p fell closely on a straight line for 
each gas, and in table 4, gradients and intercepts are given. 

Though the products arj are fairly constant, the variations were more than expected 
from experimental errors, and showed a definite trend with molecular weight. 
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Similar variations applied to the products, though, as the intercepts were 

relatively small in this case, the variations could have been attributed to experimental 
errors. It was further noted that experimental points for each gas seemed sometimes 
to lie on a line with a slight curvature. Since the deviations from linearity could not 
be tested by extending the range of pressures, it was decided to plot data for all four 
gases on a single graph. If, in equation (la), 1/A is replaced for p, using equation 

(5), we obtain /(^\ 2 - 135 i ^2 

T J[M') "5X81^2'^ k'So ■ 

Thus, since temperatures are constant, G^M against 1 /A should give a straight hne. 
Besults have been so plotted in figure 4 and it can be seen at once that the curvature 


Table 4. Experiments with crushed chromite eraotion 
i = 3-66, p = 4-37, 6=0-405, J'i = 0-188, l<’2 = 0-276 


gas 

a {p m mm.) 

X 

arj 

10-8 X 

b 

h^M 

Ha 

9-00 

8*01 

0-330 

0*468 

air 

4-29 

7*82 

0 090 

0*484 

CO2 

5-16 

7*65 

0*072 

0*476 

CF 2 CI 2 

6-06 

7*52 

0*046 

0*506 



Figube 4. Correlation of data for 6 to 10 /t chromite. •.Ha; +, air; x , 00^; ©, CFaClj. 

5-s 
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is real, since the various gases overlap, and points at the lower values of 1/A for one gas 
interpolate exactly between the higher values of 1/A for the previous gas. At high 
values of 1/A, the curve approaches linearity, and, froru the gradient and intercept 
of this hne, Sq = 8560 cm.“^ and Sjk' = 0 - 526 . Using this value of Sf^, the value of 
1/A for A = 4 is 0-31 X 10*, and this value is marked on figure 4 . The deviation from 
linearity becomes detectable when dJX< 20 , and corresponds to a decrease in dlk'. 
If it is assumed that the curve becomes linear again at low value of dJX, and extra¬ 
polation is made to 1/A = 0, the intercept so obtained gives Sjk' = 0 - 394 , assuming 
Sq = 8560 cm.~^. 

Next considered was a Pyrex glass powder consisting of perfectly spherical 
particles, prepared by the method of Bloomquist & Clark (1940), and separated by 
sedimentation into size fractions. The finest fraction of sufficient weight to form 


Table 5. Expbeiments with pine glass spheres 
i=3-06, p = 2-19, 6=0-435, jy’i=0 268, jP2 = 0-335 


a 


gas 

{p in mm.) 
10-^ X 

b 

a7) 

10~® X 

b-sjm 

10^ X 

81 k' 


2-10 

0-215 

1-87 

0-305 

2 15 

0-456 

air 

1*04 

0-058 

1-89 

0-312 

2-14 

0-467 

GO, 

1-29 

0-046 

1-91 

0-305 

2-14 

0-456 

CFjClj 

1‘56 

0-028 

1-93 

0-308 

2-12 

0-461 



Figure 5. Flow of hydrogen through 2 to 5 p glass microspheres. 
Values of Ap; ©, 18 mm.; «, 28 mm.; x, 96 mm. 
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a plug was 2 to 5/^. Microscopic examination showed tliis to have a surface 
mean diameter of 2 - 89 /^. Data obtained in flow measurements are summarized in 
table 5. In this case, perfectly linear plots of G against^ were obtained for each gas, 
and variations of arj and h^M can be reasonably attributed to experimental error. 
Values of Sj¥ in the table were calculated from the mean value of 8^, The latter 
corresponds to a surface mean diameter of 2-80/^, and thus agrees with the micro¬ 
scopic diameter. From the value of 8^, we find A = when p = 64 mm. for and 
the plot of 0 against^ for this gas is given in figure 5. It is linear within experimental 
error down to p = 12*3 mm., i.e. to dJX<0-2, 

To follow the behaviour at lower values of dJX, a finer powder is needed. A polishing 
powder marketed by Linde Air Products Co. consists entirely of a-alumina of over 
99*9 % purity, and of very uniform particle size, approximately 0*3/i. The surface 
by nitrogen adsorption was 1*65 x 10^cm.~^, which agrees excellently with the 
permeability surface given by table 6 and it therefore seemed ideally suited for the 
present studies. 


Table 6. Experiments with a-AlgOg polishing powder 
L = zhll , p = 4*04, 6 = 0-475, if^i = 0*390, ^2 = 0*430 


a 


gas 

{p in mm.) 
10“5x 

b 

aTj 

10-»x 

b^M 

Soicm,-^) 
105 X 

d/¥ 


1-42 

0-0953 

1-26 

0-135 

1-71 

0-464 

air 

0-68 

0-0253 

1-24 

0-135 

1-71 

0-464 

CO 2 

0-80 

0-0202 

M9 

0-134 

1-75 

0-462 

CF 2 CI 2 

0-99 

0-0120 

1-23 

0-132 

1-72 

0-455 


Table 6 summarizes data on a plug compressed to e = 0*475. Plots of G against 
p were all linear, and values of 6 were in excellent agreement. Some variation in 
aTj is to be expected, for viscous flow plays a smaller part than in previous tables and 
experimental values are therefore more open to error. Of most significance are the 
experiments with hydrogen, since A = when p = 435 mm., and ratios of dJX could 
thus be followed down to 0*038. The data are plotted in figure 6, and provide strong 
evidence that linearity is maintained down to^ = 0. There is no sign of any minimum 
similar to figures 1 and 2. 

Summarizing, it appears that, at high values of dJX, G against p always gives 
a straight line. When dJX decreased towards unity, a departure from hnearity is 
sometimes observed, as in figure 4, but no marked change of gradient is ever 
experienced. When dJX approaches zero, G against p is linear, whether there is a 
change of gradient in the transition region or not. 

Thus far, only plugs with porosities under e = 0*5 have been considered. It is of 
interest to inquire whether the nature of the pore system affects the conclusions just 
reached. The problem does not arise for the relatively coarse powders in tables 4 and 
5, since no other porosities can be obtained; but very fine powders tend to give high 
porosities, owing to surface forces causing the particles to form more or less tightly 
bound aggregates. Thus, the porosity of the plug in table 6 could only be obtained 
after powerful compression of the plug between hardened steel plungers in a vice. 
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A ’hi gh porosity thus corresponds to voids of relatively large size between aggregates 
in a plug, and the resulting non-uniformity of pore size gives a permeability which is 
larger would be expected for the same average porosity if pore sizes were 
uniform. Consequently, values of Sf, calculated by equation (la) are too low. 
Compression of the plug tends to close up large voids first, thereby giving a more 
uniform texture. Thus for the a-AljOg powder, values of S^, do not change much 
below e = 0-60, showing that the pore structure is fairly uniform in this range, but 
they decrease rapidly when e > 0'65. 



Figubb 6. Flow of hydrogen through AlgOg. 6 = 0*475. 

Plugs were therefore formed from the same powder with e = 0-636 and 6' = 0-780, 
respectively. Data for the former are summarized in table 7. As expected from the 
relatively small change in Sq, the pore system is still uniform, and the same linear 
relationships and agreement between various gases is observed as in table 6. For 
e = 0*780, similar relationships to those in table 4 were obtained, and data are there¬ 
fore plotted as O^JM against 1/A in figure 7, which is obviously closely similar to 
figure 4. Calculating Sq from the gradient at high values of 1/A, we obtain 
Sq = 0*865 X 10® cm."'^ and the intercept from extrapolating this line gives (J/i;' = 0-57. 
The low value of Sq shows that the pore system is highly non-uniform, yet the general 
correlation of data for different gases is exactly similar to figure 4, which corresponds 
to a plug with a low porosity and, presumably, a uniform pore system. In fact, the 
main effect of the high porosity has been to make the range of dJX values covered by 
this fine powder similar to that covered by the coarse powder in table 4 at a low 
porosity. It seems reasonable to conclude that, in these plugs, and, indeed, in any 
porous structure, the degree of uniformity of the pore system plays no part in the 
transition from slip flow to molecular streaming, the only important variable being 
the ratio dJA. On extrapolating figure 7 to 1/A = 0, an intercept is obtained which 
gives Sjk' = 0*488. 

To test the foregoing conclusion for a lower range of values of dJX, experiments 
were carried out with a finer powder. A calcium carbonate powder with a surface of 
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6*52 X by nitrogen adsorption was chosen. Compressed to e = 0*45 the 

permeability surface was 7*7 x showing uniform pore structure. At 

a porosity, e = 0*720, an average value of = 3*67 x 10^cm.”^ was obtained, 
indicating a non-uniform pore structure. Owing to the high porosity, the range 


Table 7. Experiments with a = AlgOg polishing powder 



L=:2*65, 

p=:4*04. 

e = 0*636, 

Fi=l*94, 

^2=1*11 



a 

(p in mm.) 


arj 


;So(cin.-b 


gas 

10-5 x 

b 

10-®x 

b^M 

105 X 

s/r 

H 2 

3-43 

0*1175 

3*05 

0-167 

1*58 

0*498 

air 

1*67 

0*0310 

3 04 

0*166 

1*58 

0*495 

CO 2 

1 88 

0*0247 

2*78 

0*164 

1*66 

0*490 

CF 2 CI 2 

2*26 

0*0149 

2*80 

0*164 

1*65 

0*490 



Figuee 7 . Correlation of data for a-AlgOg plug. e= 0 * 78 . 
#, H2J +, air; x, CO2; ©> CF2C12- 
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of dJA values covered was similar to that in table 6, and it is obvious that 
the remarks applied to table 6 apply equally well to the data in table 8, confirming 
that non-uniformity of pore structure has neither affected the correlation between 
various gases nor produced any unusual values of SIk', 

Table 8. Experimetns with fine calcium gabbonate 



U=1'60, 

p = 2-65, 

6 = 0-720, 


GO 

n 

< 



a 

{p in mm.) 


aTj 


Soicmr^) 


gas 

10-5 X 

b 

10-®x 

b^M 

105 X 


Ha 

2-58 

0-1305 

2-30 

0-185 

3-67 

0-452 

arr 

1*28 

0-0345 

2-33 

0-185 

3-64 

0-452 

COa 

1*55 

0-0268 

2-29 

0-178 

3-67 

0-435 

CFaCla 

1-80 

0-0166 

2-23 

0 183 

3 72 

0-448 


One further set of experiments was carried out with a single plug of a silica powder, 
also furnished by Linde Air Products Co., which was so fine that A m all experi¬ 
ments. The surface by nitrogen adsorption was Sq = 4*9 x 10 ® cm.""^, and the mean 
value calculated from the permeability of the plug under consideration was 
Sq = 2*45 X 10 ®cm.~^. More highly compacted plugs were not tested so extensively, 
but gave values of Sq much nearer to the adsorption surface. In the experiments, 
various gases at a number of pressures and temperatures were observed, and it will 
be clear from equation (lu) that, if the viscous flow term can be neglected, G^iMjT) 
should give a constant value, provided Sjk' does not show large variations for 
different gases. Table 9 bears out the previous studies that such is not the case. It 
will be noted that CP 2 CI 2 and, to a greater extent, C 2 F 4 CI 2 , at room temperature, give 
high values. The normal boiling points of these are, respectively, — 28 and 3-8® C, so 
that, on this fine powder, physical adsorption takes place to a degree sufficient for 
surface flow to be observed. Discussion of this belongs to the next paper. At 50° C, 
as would be expected, this effect has become negligible. 


Table 9. Experiments with Linde silica plug 
U = 0-84, p = 2-2, e=0-667, j^i=2-67, 



temperature 



G^iMIT) 

gas 

r 0) 


ikf 

p (mm.) 

10-3 X 

Ha 

24l 


2-02 

388 

2-16 


24 V 



584 

2-20 


50 J 



584 

2-24 

air 

-21-5' 

1 


419 

2-16 


24 

1 

28-8 

118 

2 20 


24 

1 


394 

2-23 


50 . 



445 

2-24 

COa 

24\ 


44 

363 

2-29 


50/ 


409 

2-21 

CFjaa 

24] 



115 

2*37 


241 


121 

358 

2-44 


50j 



391 

2-26 

CaF4Cla 

24 \ 
50/ 


171 

357 

463 

2‘55 

9.27 
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Note added in proofs 22 June 1950. Since completing the foregoing paper, the 
attention of the writer has been drawn to a theoretical paper hy W, G. Pollard & 
R. D. Present {Phys, Rev. 1948 , 73, 762), in which it is deduced that the relation 
between 0 and p should remain linear down to ^ 0 for porous media. They 

point out that the increase in G at low pressures which produces the minimum 
observed by Knudsen and others for straight tubes is due to an increasing pro¬ 
portion of long molecular paths between successive wall colhsions, due to the fact 
that X>d^ but still <\L. When X>\L, a limiting rate of molecular flow is 
approached which is less than that for a tube of infinite length. In a porous bed, 
which corresponds to a kinked tube, no straight path can much exceed d^ without 
collision, hence no increase in rate and no minimum is observed. According to the 
writer, their arguments do not require exact linearity. A small change of gradient 
in either direction in the transition region, such as shown by certain plugs m the 
present paper, should be a normal expectation 

A relatively minor point made by the same authors is that equation ( 10 ) of the 
present paper was incorrectly given by Knudsen and should be 



This makes no difference to the treatment in the present paper. 

Symbols 

(c.g.s. units are used except where specifically stated otherwise) 

L = length of capillary or porous plug. 

A = cross-sectional area of capillary or porous plug. 

M = molecular weight. 

R = gas constant = 8-31 x lO"^. 

7j = gas viscosity at plug temperature. 

A = molecular mean free path at plug temperature and mean pressure, p. 
y? = coefficient of external friction. 

/ = fraction of diffuse reflexions. 

S — parameter in slip term, defined in equations (7) and ( 8 ). 

^0 = shape in general equations for viscous flow through capillaries, 

= shape factor in general equation for molecular streaming through capillaries. 
h = Kozeny constant = 5*0. 

k' — corresponding constant in slip term for porous media. 
a and b = gradient and intercept in G = ap + b, 

Ap = (Pi-p^) = pressure difference across plug. (N.B. Pressures are recorded as 
mm. of mercury, but are converted to dynes/cm.^ in all calculations). 
p = = niean pressure. 

t = time in seconds for 1 ml. gas at pressure p and temperature T to flow through 
plug or capillary. 

T = absolute temperature of plug. 

= absolute temperature in gas burette. 
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G =Pil^pt. 

e = porosity. 

and = porosity functions, ‘ 

= specific surface in cm.®/cm.® or em.~^. 

m = mean hydraulic radius = -; for porous media. 

% 

= diameter of circular capillary and = 4m = for porous media. 

The writer wishes to thank the South African Council for Scientific and Industrial 
Research for permission to publish this paper, and also to acknowledge gifts of the 
following powders: B. W. Wilson, Australian O.S.I.R.O. for glass microspheres; 
Witco Chemical Co., N.Y., for Witcarb-R calcium carbonate; Linde Air Products Co., 
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The theory of the transport phenomena in metals 
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Exact expressions, valid for all temperatures, are obtained m the form of infinite determinants 
for the electrical conductivity, the thermal conductivity and the thermo-electric power of 
a degenerate gas of quasi-free electrons interacting with the ionic lattice of a metal. It is 
shown that the values of the electrical and thermal conductivities, in general, exceed the 
values given by the approximate interpolation formulae due to Bloch (1930), Wilson (1937) 
and others, and, in particular, that the Gruneisen-Bloch formula for the ideal electrical 
resistance is appreciably m error in the region close to the Debye temperature. It is further 
shown that the residual and ideal resistances of an impure metal are not strictly additive m 
the region where the two are of the same order of magnitude. The behaviour of the thermal 
conductivity is shown to agree qualitatively with the discussion based on Wilson’s formula 
given by Makmson {1938); the numerical values of the thermal conductivity, however, are 
increased appreciably, particularly for an ideal metal at low temperatures. The thermo¬ 
electric power IS also discussed, but no simple results can be given for the mtermediate 
temperature range. 

1 . Introbxtctioh 

The theoretical study of the transport phenomena in metals requires the solution 
of a complicated integral equation for the velocity distribution function of the 
conduction electrons. This equation has so far been solved only for the simplest 
model in which the electrons are assumed to be quasi-free; even for this case, how¬ 
ever, no satisfactory and generally vahd solution has yet been given, although much 
effort has been devoted towards obtaining solutions in a variety of special cases. 
At high temperatures, such that (©/T)^ can be neglected, where 0 is the Debye 
temperature, the integral equation reduces to an ordinary equation, and a solution 
is easily obtained (see, for example, Wilson 1936 , p. 208); and the terms of higher 
order in (©/T)^ may be obtained by a method of successive approximations (Wilson 
1937 , § 2 ). The case of an impure metal at very low temperatures can also be treated 
by a method of successive approximations, which amounts to an expansion in 
descending powers of the residual resistance (Wilson 1937 , § 3; Dube 1938 ); but the 
higher order terms become very complicated, and the method cannot be applied to 
the case of an ideally pure metal. The electrical conductivity of a pure metal can be 
obtained by a special method due to Bloch ( 1930 ), but this gives only the leading 
term at low temperatures, and it cannot be used at all to deal with the second-order 
effects such as the thermal conductivity and the thermo-electric power. 

More general methods, apphcable in principle to the whole temperature range, 
have been given by Kroll (1933 a, b) and more recently by Kohler ( 1948 , 1949 a). 
Kroll transformed the integral equation into an infinite set of linear equations and 
obtained a solution by the use of infinite determinants; he confined himself to an 
evaluation of the leading terms only in the thermal conductivity and the thermo¬ 
electric power of an ideal metal at low temperatures.* Kohler transformed the 

* It is shown in § 5 of the present paper that KroU’s original result for the thermal con¬ 
ductivity is, in fact, incorrect; see also Kxoll { 1938 ) and Umeda & Yamamoto ( 1949 )- 
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integral equation into a variational problem, and attempted to obtain a solution by- 
expanding the distribution function as a power series and by using tho variation 
principle to determine the coefficients. He evaluated explicitly only the approxi¬ 
mations of lowest order, and found that they lead to expressions for the electrical 
and thermal conductivities which are identical with the interpolation formulae 
previously obtained by Wilson ( 1937 ) for an impure metal, assuming the general 
validity of Matthiessen’s rule concerning the additivity of the residual and ideal 
resistances. (The expression for the ideal electrical resistance obtained by these 
methods is identical -with the well-known Griineisen-Blooh interpolation formula.) 
These formulae are, however, known to lead to incorrect results at intermediate 
temperatures (Dube 1938 ), and no explicit expressions for the transport magnitudes 
which are exact for aU temperatures have so far been given. 

Such expressions are provided in the present paper, which represents a synthesis 
and further development of Kroll’s and Kohler’s methods of solution. In § 2 the 
variational method as developed by Kohler (1949 a) is recapitulated, and it is shown 
that it leads to equations which are identical -with those obtained earlier by Kroll 
(1933 a) by means of an arbitrary procedure.* In § 3 the calculations are completed 
without approximation, the transport magnitudes for a degenerate electron gas 
being finally obtained as the ratio of two infinite determinants (equations (38), (39) 
and (40)). The results may be evaluated numerically to any desired degree of 
accuracy by breaking off the determinants at a finite number of rows and columns, 
but no attempt is made to give a general discussion of the convergence of the method. 
Wilson’s interpolation formulae are obtained on retaining only the lowest terms in 
the determinants which give a non-zero result, and it is shown in §3-31 that tho 
effect of the higher approximations is to increase the electrical and thermal con¬ 
ductivities above the values given by Wilson. 

The electrical conductivity is discussed in detail in § 4, and numerical values are 
given. It is shown that the Gruneisen-Bloch formula leads to values of the ideal 
electrical conductivity which are appreciably too low at temperatures close to the 
Debye temperature, in agreement with the experimental facts. For an impure metal 
it is found that Matthiessen’s rule breaks down in the important temperature region 
where the residual and ideal resistances are of the same order of magnitude. The 
deviations from the rule are small and positive, in qualitative agreement with 
experiment. A result obtained by Dube ( 1938 ), which seems to indicate that the 
de-viations from Matthiessen’s rule are negative, is discussed in § 4-22 and is shown 
to admit of no such interpretation. 

The second-order phenomena are considered in § 5. It is shown that Wilson’s 
formula for the thermal conductivity, discussed in detail by Makmson ( 1938 ), is 
qualitatively correct, and, in particular, the existence of a minimum at intermediate 
temperatures is confirmed. The numerical values of the thermal conductivity, how¬ 
ever, are increased appreciably at intermediate and (for an ideal metal) at low tem- 

* After completion of the present work, a paper by Umeda (1942) came to the author’s 
notice in which the variational derivation of K r oll’s equations is given independently of 
Kohler’s work. Some particular results of the present paper have been anticipated by later 
Japanese work on KroU’s method (Umeda & Toya 1949; Umeda & Yamamoto 1949). 
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peratures. The paper concludes with a brief discussion of the thermo-electric power 
in §5-2. 


2. General theory 


2 -L The integral equation 

The discussion is restricted to monovalent metals and it is assumed that the 
electrons are quasi-free, so that the energy E is related to the wave-vector k by 
E = h^\ m being the effective mass of an electron. In the presence of 

an electric field i and a temperature gradient dTjdx parallel to the x axis, the 
distribution function / of the conduction electrons is most conveniently written in 
the form „, 

f ~ fo~hiC(y)-^, ( 1 ) 

where y = {E- QjkT being the Fermi energy level and k being Boltzmann’s 
constant*),/o is the Fermi function l/(e^-|- 1 ), and c( 7 /) is a function of i; which has to 
be determined. 

When scattering by both impurities and the lattice vibrations is taken into 
account, the integral equation for c(?/) is (Wilson 1937 , equations ( 3 ) and (19)) 


where 


L{c) = -AM\ 




( 2 ) 


^eiT + ^) (^ + khTz - 

e^ + 1 z^dz 


1 l-e" 


(3) 


— e being the electronic charge, M being a constant depending on the number and 
scattering power of the impurities, and A and D being constants characteristic of 
the pure metal. The explicit form of L{c) will not be needed for the general results to 
be proved in the present section. 


2 ‘ 2 . The variation principle 

Since the integral equation is linear, it is sufficient to solve it when the left-hand 
side is replaced by the corresponding solution being denoted by To obtain 
a solution use is made of a variational formulation due to Kohler ( 1948 , 1949 a). 
Kohler has shown that the correct solution is such as to make the integralf 


(cW, c(“>) = J 


C<»)L(cW)||(i7? 


(4) 


# 

* The use of k in two different senses, to denote the wave-vector k with components 
and to denote Boltzmann’s constant k, shoxild not cause any confusion, 
t The relation between the present notation and that of Kohler {1949 a) is most easily 
found by comparing equations (2) and (3) of the present paper with equations (la), (1&) and 
(Ic) of Kohler’s paper. Kohler writes the curly bracket on the left-hand side of equation (2) 
in the form {e^-{‘d^ldx)-\-kri dTjdx and separates the mtegral equation accordingly; this 
procedure is in some respects more convenient than that used here, which is that used by 
Wilson ( 1937 ), but the final results are the same. Equations (4) and (5) of the present paper 
are essentially equivalent to equations (5a), (56), ( 6 a) and ( 66 ) of Kohler’s paper. 



78 


E. H. Sondheimer 


a maxiniuin, subject to the subsidiary (nortnalizing) condition 

J - 00 J - 00 C)?/ 

He has also proved generally that, if and are any functions of '/?, 

(?^1J ($^23 ^^1)3 (^) 

and C^) 

2‘2L Now expand as a power series in tj, 

( 8 ) 

/^=0 

and use the variation principle to determine the coefficients. Equations (4) and (5) 


become 

{c(«), (pi)) == 

^ i: 

;,=:0y=0 

(9) 

and 

00 00 

S 

^=0 J3=0 

00 

(n)^(u) _ V 

11 Zj 

/t5=0 

(10) 

where* 

= 

j* j/^L{7j’')^dri = 

(11) 

and 

<-J 

“ dij. 

— 00 0 ?/ 

(12) 


By differentiating with respect to (say), it is found that the maximum value 
of (9), subject to the condition (10), is obtained if the coefficients satisfy the 
infinite set of equations 

(/^ = 0 , 1 , 2 ,...). (13) 

y=0 


Equation (13) could have been obtained formally from equation ( 2 ) by multi¬ 
plying by where /t = 0 , 1 , 2 , ..., and integrating with respect to tj. This is, 

in fact, the procedure adopted (without special justification) by Kroll (1933 a; see 
also Wilson 1936 , §6*5). 

2*3. The current densities 


If V is the velocity of an electron {hv = 27r grad^ E), the electric current is given by 


+ + ( 14 ) 

and the heat current is given by 

^ ~ 4 ^ jj 


= || —eS — T 


dx 


(I) 




( 15 ) 


Apart from a multiplicative constant, the quantity defined here is the same as that 
u^ by Kohler ( 1949 a, equation ( 8 c)). Also a|f> and correspond to Kohler’s a and 
but are not identical with them for the reasons given in the footnote on p. 77 . 
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~ ^n.m- 


(16) 

(Note that the notation for the Jf’s differs slightly from that used by Wilson 
(1937)-) 

2-31. Solving the infinite set of equations (13) for the and substituting the 
result in (16), it is easily shown that 


ZttTi ^ 


9 


(17) 


where ^ is the determinant of the 

's, 






5 


^piv 1 5 



(18) 

and where 

0 

OCq 


... 





0 

0 

^01 

c2o2 



^ = 

71 


dio 


^12 


(19) 



^20 

^21 

<^22 




All the transport effects of interest are readily expressed in terms of the and 
hence in terms of the quantities and af\ 

The electrical conductivity is given by 


pijfr 8 egA/©\ 3 %^ 

“ Zuh \t) S ■ 


The thermal conductivity is 

_ JA_ /0^* 


K = 




Znh® \T 


2 ). 


1J_L ^i.s 


■+: 




( 20 ) 

(21a) 


As shown by Kohler, Sylvester’s theorem (see, for example, Kowalewski 1909 ) may 
be used to write this in the simpler form 


where 


2, 





8A 


^4.1. t. 

I 


SttA© 

,Tj 

%4 

“ > 

0 

0 

a-f 


af ... 

0 

0 


af 

a® ... 


af 

0 

0 

'^01 

^02 

a«> 

af 

4o 

dll 

d^2 


4' 

^20 

^21 

d22 


( 216 ) 


( 22 ) 


Finally, the absolute thermo-electric power per degree is — @/e, where 

^ 2,jT • 


(23) 
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3. Explicit bvaltjation op the teansport magnitudes eoe a 

DEGENERATE ELECTRON GAS 

3 -1. The quantities and defined by equations (12) and (11) (L being the 
integral operator (3)), may be evaluated by expanding in powers of tj and using 
the usual methods for integrals involving the Fermi distribution function. The 
calculations are straightforward but (in the case of the somewhat lengthy; 
details are given in appendix 1, and only the final results will be quoted here. 

It is found that 

n{n-l)in-2)...{n-r+l) ^ 

®/i+r7 




r! 


r=2,4 

if pb IS even (including /i = 0), and that 

n{n—l) (7^ — 2)... —r+ 1) 




i-=l,3, 5, 


~ b _ j.| ^fL+r 1 

if ji is odd, where y = JcTj^ is the degeneracy parameter, and where 
^0 


a„ 


1 , 


2(2s)! S 


(_ 1 )Z +1 


■i=x P 
being the sth BernoulK number. 

/©\® 

Further, = AM' 

a fi + v ia even, and 


= ( 22 s- 2 )B^^ (Ol), 


if /A + V is odd, where 


(I) + r\+.+2) +j 

g-- 




fiv 


CS+.+i+ 2 ri) 






s 


a 


>+y-fc-M I ^ 

v-k+ir’‘ 


k=Z,5, 7, ... \k) /I— 


^k+4:'~ 


1/® 

'd\t 


)’ 




Q n + v-tll D (t) ■^*+ 2 ) 


V— 1 , V 

+ 2 

fc=3,5,7,... \Jc) ll + V — k-\- 


^/0\2 /.+H-1 lfl + V+l\a^^^^ 

^\T) Jc=3,&,7,...\ k> )fl + V+l'^’‘ 

(|)V,+. 


vl 




JLtl V* 


(24a) 

(246) 

(25) 

(26a) 

(266) 


^^^(/t + p+1)! r ^+*'+® D 

if /H- p is even, and where 

k^iXs, ..lU+ 1 / 2 \A:/j/t + p-*+l‘^*+® 

_ -M f/p+n l/p\) 

&=i.t8,..lU+i; 2\k)ijii + v-k+l’^>‘+’^ 


(27a) 


] 


( 276 ) 
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H — 1 , [i 

IS odd. In these expressions the symbol 2 , for example, means that the 

/c=3,5,7,... 

Upper limit of the summation is to be taken as — 1 or according as is even or 
odd, and, moreover, that the summation is to be omitted entirely if /^< 3 . It is 
evident by inspection that = F^^\ as particular cases, we have 




(28ci) 


if V is even, and = F^ 


v+l 

h 


v +1 ‘ 




(286) 


(29) 


■■ 2Z>[tJ ,^2.t6,.A 

if v is odd. Finally, in the above expressions, 

It should be particularly noted that the calculations have been carried out 
retaining all powers of 7 . The expressions for are infinite series in ascending 
powers of 7 ^, while the involve powers of 7 up to and including the second only. 

3 * 2 . The transport magnitudes can now be evaluated explicitly by substituting 
the expressions (24) and (26) in equations ( 20 ), ( 21 ) and (23). For a degenerate 
electron gas it is sufficient to retain only the lowest terms in an expansion in ascending 
powers of 7 ^. This enables us to simphfy the resulting expressions considerably; 
it should be noted, however, that this approximation does not, in general, allow us 
to break off the infinite determinants at a finite number of rows and columns. 

It follows from (18) ar for example, that the leading term in the deter¬ 

minant S is independent of 7 , and is 




<^'00 


<^20 


d^o 


0 

dll 

0 

dk 

0 


do2 

0 

^22 

0 

<2 


0 

dls 

0 

dzz 

0 


do4 

0 

^24 

0 

du 


where d'^^ is the coefficient of the lowest power of 7 in d^^. Rearranging rows and 
columns, it is found that 



d'lz 

dis ■ 

... 0 

0 

0 


d'zz 

dk ■ 

... 0 

0 

0 


d'zz 

^55 ' 

... 0 

0 

0 

0 

0 

0 . 

... dk 

do2 

^04 

0 

0 

0 , 

... d^Q 

^22 

^24 

0 

0 

0 . 

... dk 


<4 

1 

: 

: 

* 

; 

* 


dll diz di^ ... 


C?00 do2 ^04 

^31 dsz <^35 ••• 

X 

^20 ^22 ^24 *** 

dsi ^53 C ?55 ... 

d^o ^42 ^44 **• 


. (30) 
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0 

ao 

0 


0 ... 





0 

a. 

^2 


% 

doo 

0 

^02 

0 ... 


d'xi 

^3 

d'rz - 


% 

0’ 
0 

<^02 

0 

0 

0 

d'li 

0 

<3 - 


dzi 

^33 

£^35 ... 

X 

at 

<^20 

<^22 



^20 

0 

<^22 

0 ... 

j^i 

^53 

d',, ... 


«4 

^40 

<^42 

du 

0 

0 

<^31 

0 

£^33 ... 



* 




. 

. 

, 


and, after somewliat more complicated manipulations, 



0 dX’2 CLq • • • 


0 CIq CL ^ Clf ^ 


^2 ^11 ^13 ^15 


Uq cZqO ^02 ^04 ••• 

00 

I! 

IO(M 

^4 ^31 ^33 ^35 

X 

^2 ^20 ^22 ^24 *•' 


<Xg d^i CZ53 (igg ... 


<^4 d^Q ^42 ^44 


0 

CLq 

f«2 


1^4 

«4 

l«2 

doo 

doi 

do2 

doz 

dk 

at 

0 


0 

d[z 

0 

l«4 

^20 

d'n 

^22 

^23 

£^24 

«4 

0 

dk 

0 

^38 

0 

i®6 

<^40 

d'ti 

^^42 

(Z43 

d'ii 


only tlie lowest power of being retained in each case. 

3-3. The final results are most conveniently expressed in terms of the approximate 
interpolation formulae for the electrical and thermal conductivities of an impure 
metal given by Wilson ( 1937 , p. 378). Prom (26) it is readily shown that 




if r is even, and 


Znh \TJ \<r, ‘ 

znh 


if is odd, where 1 / 0 *,. = ^^=: 37 rAJf/( 8 e^Q is the residual electrical resistance, 

tr, 4«*£»a(0) •*** 


is the Griineisen-Bloch interpolation formula for the ideal electrical resistance. 
Alternatively, fox /i + v even, (Z'^ may be written as 

_ Snh^^A® (&Y F, \ 
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being obtained from (27 a)), where K^ = \{TThjeYcrfr is the residual thermal 
conductivity (note that the present notation differs slightly from Wilson’s), and 

1 277i iT\^ ( ^ Z>mV2ir2 u 

Ki SttS/c^C^AqI©) ( 3 ‘=^ 5 - 3 / 7 ]] (37) 

is Wilson’s interpolation formula for the ideal part of the thermal resistance.^ 
Combining equations ( 20 ), (30), (31) and (34a) and removing a common factor 
from numerator and denominator, the ifinal expression for the electrical conductivity 
is obtained in the form 


cr = 


% 

1 1 

—j— 

0 "^ (T^ 

Fo 


a, 


'2 


a. 


^ I -^03 
r 


20 






F. 


40 


/sO'i 


I -^22 

0-r 

^6 I -^42 


CLq 


--f 


F. 


04 




_I -^24 

0 -r /sO'i 


a 


+ - 


F, 


44 


rr- /sO'i 


1 

■ 4- 
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1 - 

■^02 

% 

1 

-^04 

0-r 



0-, 

_j_ 


0-, 

~r 


<M| 

1 

JL 

F 20 


1 

F 22 


1 

F^i 

cr^ 

’T 

Ah^i 

0-r 

“T 

<^5^1 

cr,. 

"T 

Ai<^x 


_U 

F,o 



F^2 


1 

Fu 



A^x 

(T, 


Ah<^x 

a. 


Ah^^i 


(38) 


the a^/s beingygiven by (25) and the J^/s by (27a). 

Similarly, combining ( 216 ), (31), (32) and (36), the thermal conductivity is given 
as 

H “'4 

Fx, 


a: = —- 


0 Ojh) 




Oja t n 

^4 — + 3^ — 

^6 I 1 2 

^6 77 + Jtt 


51 


Ky, 


Fixf<i 




2 

■^11 

ik 

Fiif<i 


Oq 

/Cr 


Fiif^i 


— 

K, F^-^Ki 






2 ^Ih 






/C, 






Oq - ft F^iK 

F K - 








FiF 




Fiii^i 


(39) 


* This formula is introduced here for mathematical convenience; we noay note, however 
(see § 5 below), that, unlike equation (35), it cannot be used as an interpolation formula for 
the ideal resistance in the absence of impurities. 


6-2 
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and, combining (23), (31), (33) and (34), the thermo-electric power ia given as 


@ = 



(40) 


3-31. An alternative form for cr and /c, which is particularly convenient for 
numerical evaluation, may be obtained as follows. Let be the determinant 
obtained by brealdng off the denominator of (38) at the (?i-t- l)th row and column, 

the element in the bottom right-hand corner being Also let S^aa 

(27 5 ^4 

the determinant of ?^ + 2 rows and columns obtained by bordering with 
0 , a^, ..., and let be the determinant obtained from on replacing 

the last column by a^, a^, ..., Then Sylvester’s theorem gives 


S&n) 

^(Zn) g<.2n-%) 




or, rearranging. 


^(2n) + g&n-2) g(2n-2) g(.2)t) ‘ 


(41) 


Also 


■ == (t(0) 

SW ^ > 


(42) 


where 


cr«»“ 


(43) 


is the expression for the electrical resistance obtained by assuming the general 
validity of Matthiessen’s rule, cr, being given by (35). 
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In (41) put n - 1 , 2 , 3, and add each of the resulting expressions to (42). This 


gives 


or = (r«»+ 2 


(^ U «))2 




Similarly, for the thermal conductivity, 






(44) 


(45) 


where (*«) 

being given by (37), and where is the determinant obtained by breaking 
off the denominator of (39) at the (?^+ l)th row and column, while is obtained 
from on replacing the last column by ...,^ 2 ^+ 2 * 

In equations (44) and (45) the correction terms to Wilson’s interpolation formulae 
are exhibited explicitly. It may be shown that the deter min ants 
are positive (this is essentially due to the fact that the defined by ( 11 ) are the 
coefficients of a positive definite quadratic form), and the series (44) and (45) are 
therefore monotonically increasing sequences. 


4. The electrical coHniJCTiviTy 

4-1. The expressions (38) and (44) for the electrical conductivity are valid for all 
temperatures (provided that it is permissible to treat the electron gas as completely 
degenerate), and for ideally pure as well as for impure metals. Previous solutions 
have all been confined to the regions of temperatures high and low compared with 
the Debye temperature, for which the complicated general expressions reduce to 
comparatively simple ones. At high temperatures, Wilson ( 1937 , § 2 ) has shown that 
the conductivity is given by (43), correct to terms of order (©/T)^ and 
Further, Bloch ( 1930 ) has shown that the ideal part (35) of (43) represents the leading 
term in the expression for the conductivity of an ideal metal at very low tem¬ 
peratures, and Wilson ( 1937 , § 3) has shown that (43) also gives the conductivity of 
an impure metal at low temperatures, correct to terms of order cr^./cr^. (These special 
results can, of course, be shown to follow directly from (38) and (44), the proofs will 
not be given here.) At sufficiently high and low temperatures, therefore, o* = 
Matthiessen’s rule is valid, and the correction terms represented by the infinite 
sum in equation (44) are negligible. At intermediate temperatures, however, such 
that T is comparable with 0, or cr,. with cr^, the correction terms become appreciable 
and increase the electrical conductivity above the value given by (43). For an ideal 
metal, each correction term is proportional to ( 0 /T)® at high temperatures and to 
low temperatures (cK<^^ being proportional to QjT and (0/2^)^respectively); 
while, for an impure metal, each correction term is proportional to (T/©)^®/lf^ at 
low temperatures, being proportional to IjM. It is, in general, no longer possible 
to separate the resistivity into a part depending upon only and a part depending 

* In discnssiag the high-temperature limit Wilson actually confined himself to the case of 
an ideally pure metal (M = 0), but his method is easily extended to mclude the impurity term. 
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upon Pi only; no simple formula can be given for the deviations from Matthiessen’s 
rule, but they are evaluated numerically below for some typical cases. 

4 - 2 . The magnitude of the correction terms has to be estimated by numerical 
methods. For this purpose it is convenient to rewrite equation (44) in terms of the 
notation introduced by Makmson ( 1938 ). The ideal electrical resistance at high 
temperatures, such that (©/T)^ can be neglected compared with unity, is (Wilson 
1936 , p. 208) ^ ( 47 ) 

where ^ = ^ttIiD j (48) 


With this notation, (44) gives 

44cr = — = 
P 


‘4- S 




‘44 


where 


^(2n) ^ 


(i)v. 

(IF-'io+n 


(49) 


£r. 

' 2 « 4 ^ 


4.4 


(lF^-+“-«o - (IF 


■^ 1 ?,, 2ri 4“ 


, (50) 


and where is obtained from on replacing the last column by a^, ag, ..., a^n- 
The are given by (25) and the by (27a) and (28a). The parameter p^jiA is 
a measure of the amount of impurity present, and it is seen that the quantity 44 cr 
depends upon T/©, Dj^ and p^/44 only. For monovalent metals, moreover, which 
alone are considered in the present paper, D/^ = 2 “"^ (Makinson 1938 ). 

4-21. Equation (49) may be used to compute successive approximations to cr by 
retaining successive terms of the infinite series; the value obtained by retaining N 
terms of the series will be denoted by — 1 /p^^. In the approximation of zero 
order, Matthiessen’s rule is valid and the resistance is given by ( 43 ).*^ If denotes 
the resistance of the ideal metal in the iV'th approximation, the deviation from 
Matthiessen’s rule is ^ p( 2 iv)_ ( 51 ) 

in general it will depend both upon the temperature and upon the amount of 
impurity present. 

The first three approximations have been evaluated numerically, table 1 giving 
values of pl“^/44 for the pure metal, and of p<^/44 and for two values of 

the impurity parameter Pr/44. Explicit expressions for the u^’s and the 
required in these calculations, and a table of values of the integrals ^ defined by 
(29), are given in appendix 2 . 

* Kohler (1949a) attempted to evaluate the first correction term, and claimed to show 
that it is zero for a completely degenerate electron gas. This (incorrect) result is due to an 
error in Kohler’s evaluation of the quantity (equation (18) of Kohler’s paper). 
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An idea of the magnitude of the correction terms, and of the rapidity with which 
the series ( 49 ) converges, can be obtained by an inspection of table 1 . It is seen that 
the deviations from the zero-order values of the resistance are negative (as noted in 
§ 3*31 above), are largest in relative value when Tj® is of the order of 0*2 but decrease 
rapidly for higher and lower temperatures, and are most important for very pure 
specimens, the maximum value of the correction to the ideal resistance amounting 
to about 10 %. The deviations A from Matthiessen’s rule are positive, increase with 
the amount of impurity present and are largest in the region where the residual and 
ideal resistances are of the same order of magnitude. They are, however, very small 
in relative magnitude, and, for the range of values shown in table 1 , A is always 
less than 1 % of the total resistance. 

The measured resistance values are usually separated into an ideal and a residual 
part by assuming the validity of Matthiessen’s rule, and the temperature variation 
of the ideal resistance is assumed to be given by the Griineisen-Bloch formula (35) 
(Gruneisen 1933 ). It is now seen that both these assumptions are incorrect, and in 
particular that equation (35) leads to values of the ideal resistance which are con¬ 
siderably too high at intermediate temperatures. Also Matthiessen’s rule is strictly 
valid only at high temperatures, and at very low temperatures such that the residual 
resistance is large compared with the ideal resistance; however, the rule always 
represents a good approximation, and the deviations from it need only be taken into 
account if high accuracy is required. The experimental data (compare the tables 
given by Gruneisen 1933 ) are not sufficiently accurate to be compared in detail 
with the theoretical results, but they are in general agreement with the predictions 
outlined above. The observed values of the ideal resistance at intermediate tem¬ 
peratures are m most cases smaller than the values calculated from equation (35), 
and the magnitude of the deviations is of the order predicted by the present theory. 
The observed deviations J&om Matthiessen’s rule, however, are in many cases too 
large to be explained by the present theory, although they agree qualitatively with 
its predictions; and to account for their order of magnitude it is, m general, necessary 
to employ models more complicated than the one-band free-electron model dis¬ 
cussed here (Sondheimer & Wilson 1947 , p. 450; Kohler 19496 ). 


4 * 22 . Kohler (1949 6) has proved generally that the deviations A from Matthiessen’s 
rule are always positive (or zero), and it has been shown above that the behaviour 
of the free-electron model is in agreement with this result. A calculation due to 
Dube (1938), however, is in apparent contradiction with Kohler's theorem. Dube 
attempted to obtain an estimate of A for the free-electron model by using Wilson's 


(1937) method of successive approximations to calculate the resistance of an impure 
metal at low temperatures, correct to terms of order (pjp^)^. Dube's result is (using 


his notation) 


P = Pr■^P^-{9{T) - \}p\lp„ 


( 62 ) 


where p, is given by (35), and where g{T) -1 is a complicated function of T which 
tends to a constant positive value at very low temperatures. (An expression 
corresponding to (o2) may easily be obtained from (44) by expanding in powers of 
(Trlo-i, but owing to the restricted validity of such an expansion this question will 
not be considered further here.) 
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Dube used his result to conclude that the deviation from Matthiessen’s rule is 

A + = ^{g(T)-l}pllp,, (53) 

which is negative. This argument is, however, fallacious. The reason is that, in 
the approximation considered by Dube, it is not correct to identify the expression 
(35) with the ideal resistance. In fact, (35) represents merely the leading term in an 
expansion for the true ideal resistance p^ at low temperatures, of the form 



where (7 is a positive constant. The leading term in the expression for A at low 
temperatures is therefore given by 

= (65) 

and not by Dube’s expression (53), the latter being of higher order in T/@. A is 
therefore positive, in agreement with the general result, and it is clear that Dube’s 
calculation by itself cannot be used to draw any conclusions whatsoever as to the 
nature of the deviations from Matthiessen’s rule. 

5. Secokd-obder phenomena 
5T. The thermal conductivity 

The general expressions (39) and (45) for the thermal conductivity are analogous 
to those for the electrical conductivity, and may be discussed ni similar fashion. 
The zero-order approximation given by equations (37) and (46) was first obtained 
by Wilson ( 1937 ) and has been discussed in detail by Makinson ( 1938 ), and we must 
now consider how this expression has to be modified to take into account the effect 
of the higher order correction terms. Wilson has shown that is the correct ex¬ 
pression for the thermal conductivity at high temperatures, including terms of 
order (QjT)^ and MQjT, and that it holds also for an impure metal at low tem¬ 
peratures, correct to terms of order There is, however, one important differ¬ 
ence compared with the case of the electrical conductivity. Bloch’s ( 1930 ) method, 
which is used to show that the ideal electrical resistance at low temperatures is 
given correctly by (35), cannot be applied to the second-order effects such as the 
thermal conductivity, and in fact the ideal thermal conductivity at low temperatures 
is not given by (37), contrary to statements made by KroU ( 19336 ) and Wilson 
( 1936 , p. 219). This matter is discussed further below, but the difference in status 
between equations (35) and (37) should be carefully noted. 

5T1. To evaluate the thermal conductivity numerically, we use the notation of 
§ 4‘2 to write equation (45) in a form which corresponds to (49). This is 

12^ r/0 9 y - (X?^>)^ 

(TV p, tt^© 

\©j 


(56) 
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where A is given by (48), Lq = -|( 7 rfc/€)^ is the ^nonnaF (high-temporaturo) value of 
the Wiedemann-Franz ratio, and where 



(57) 


while is obtained from on replacing the last column by a^, <^ 4 , • •., 
value of the thermal conductivity obtained by retaining N terms of the infinite 
series in (56) will be denoted by The required for evaluating the first 

three approximations are given explicitly in appendix 2 ; the results of the calcu¬ 
lations for a monovalent metal, both in the absence of impurities and for two values 
of the impurity parameter pj4cA, are shown in table 2 and are displayed graphically 
in figures 1 to 3. 

As a particular result it should be noted that, for an ideal metal at low tem¬ 
peratures, each term of the series (56) is proportional to (0/T)^; the ideal thermal 
conductivity is therefore proportional to as stated by Makinson, but the pro¬ 
portionality constant cannot be given in closed form. (It may be obtained from 
equation (39) as the ratio of two infinite determinants.) In the presence of impurities, 
however, the zero-order approximation is exact at sufficiently low temperatures (as 
stated above), being proportional to {TIQ)l(pj4:A)y whereas each correction term is 
proportional to (^r/@)7(Pr/^-^)^* temperatures is independent of T, 

and each correction term (for a pure metal) is proportional to 

The zero-order curves in figures 1 to 3 correspond to Makinson’s approximation 
(compare figure 1 of Makinson’s paper). The present theory shows that Makinson’s 
formula for the thermal conductivity is qualitatively correct, and in particular it 
confirms the existence of a minimum in k at intermediate temperatures, provided 
that the amount of impurity is not too high.t The numerical values of the thermal 
conductivity, however, are increased at intermediate temperatures in all cases, 
and are increased particularly at low temperatures in the case of an ideally pure 
metal. The position of the minimum in /c is shifted towards slightly higher tem¬ 
peratures, and the same is true for the low-temperature maximum in k which occurs 
for impure metals. The correction terms are, in general, larger than in the case of 
the electrical conductivity, the first correction to the ideal thermal conductivity 
alone amounting to about 25 % at low temperatures. This means that the Lorenz 

* The first two terms of the series for the case of an ideally pure metal have previously 
been obtained and discussed by Kroll ( 1938 ) and by Umeda & Yamamoto ( 1949 ). 

t It may be objected that mclusion of the higher approximations might invalidate this 
result. This is not so, since the thermal conductivity at high temperatures must decrease at 
first as the temperature is lowered (Wilson 1937 , p. 376). 
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number L = KjaT is increased above Makinson’s values; numerical estimates of L 
may be obtained by combining corresponding values of or and k given in tables 1 
and 2 . 

The experimental results on the thermal conductivity have been discussed by 
Makinson; they are not sufficiently accurate to justify renewed discussion in the 
light of the present theory. There is fair agreement between theory and experiment, 
both qualitatively and as regards orders of magnitude, but the minimum in k 
predicted by the theory does not seem to have been observed. 


5*2. The thermo-electric power 

The general expression (40) for the thermo-electric power is more complicated 
in character than the corresponding expressions for the electrical and thermal 
conductivities, and will not be discussed in the same detail. It is known that, at 
high temperatures, 


@ - nWTiZ, 


(58) 


and that, at very low temperatures, 


© - (59) 

the latter result, in particular, being valid both for an ideal metal and in the presence 
of impurities (Kroll 1933 a; Wilson 1936 , pp. 177, 220 ). The correction terms of 
order {&jT)^ at high temperatures, and of order for an impure metal at low 
temperatures, have been obtained by Wilson ( 1937 ). These results may be shown 
to follow as special cases from equation (40), which provides the connexion formula 
for the transition from the expression (59) at low temperatures to the expression 
(58) at high temperatures, and which replaces the simple approximate interpolation 
formulae given by Kohler ( 1949 a) and Sondheimer ( 1947 ). Kohler’s formula, in 
particular, is obtained if the infinite determinants in (40) are broken off at the third 
row and column, and higher approximations to © may be obtained by retaining 
additional rows and columns. It does not seem possible, however, to make any 
general statements regarding the effect on © of retaining the higher terms. There is 
therefore no point in discussing them in detail, particularly in view of the well- 
known inadequacy of the free-electron model to serve as a basis for discussing the 
observed thermo-electric effects in real metals. 


The above work was carried out while the author was spending a year in the 
United States as a member of the Research Laboratory of Electronics of the Massa¬ 
chusetts Institute of Technology, and he wishes to thank Professors J. 0. Slater and 
A. G. Hill for enabling him to come to the Institute and for the hospitality extended 
to him during his stay there. He also wishes to thank Mr A. H. Wilson, F.R.S., for 
his interest in the problem and for reading the manuscript, Mr S. Sensiper for 
several valuable discussions, and Miss Elizabeth J. Campbell for performing most 
of the numerical work. 

The work has been supported in part by the U.S. Signal Corps, the Office of Naval 
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Appendix 1. Evaldation oe and 


in) 


/•co 

E'^7I‘ 

J — CO 


(Al) 


where tj = {E — QjkT, Put y = IcTj^, and suppose that E^ can be expanded in 
the series ^ 


r = l 


so that (assuming that the series can be integrated term by term) 


J 


/ dtj = r=1 r\ 


r 


Now (Wilson 1936, appendix 1*3) 





= 0 (r odd), ] 


(A3) 

0 07 


(A4) 


where 


(Ol).| 


(A5) 


Combining (A3) and (A4), we obtain equations (24a) and (246) of the main text. 

A1-2. Next, combining equations (3) and (11) of the main text and putting 
E = ^{1 + yTf), it is found that 


d 


ILV 


where 




-1 




(A 6) 




e^+ 1 

+ e“® 


+{( 1 +77) - 2)*’ (1 +y?/ - irz-1(1)%^)} ^ 5 ^] 7) 

the term corresponding to the presence of impurities having been omitted. 

Detailed consideration will only be given to the case where ji and v are both odd, 
the other cases being dealt with similarly. In (A7), expand {tj + zY in powers of tj, 

- f" ± -1^1) f'iv- (AS) 

This gives, after some rearrangement, 
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A 1*21 To evaluate the integrals (z) use is made of the following result, which 
is a slight generalization of a formula given by Wilson ( 1937 , equation (11)): 


Tj^ 


This gives = 

and = 


(e”^/+l)(e’7+^+l) 
1 


d^] 


1 


( 5 +l)(e^-l), 


— 2 :)®+^ 
_oo (e^l)(e-^+ l) 


di]. 


(5+l)(l^e-") 
1 




dv, 

{2ri^+^ — {tj + zy+^ — {71 — z)®+^} ^ dTj. 


(s+l)(l-e- 

Expanding (7/ ± 2 :)®+^ in powers of tj and using (A 4), it is found that 

2 


d7] 




if s is even, and 

/+(z) = o. Jr{z) = 

if s is odd, 

A 1 * 22 . From (A9) and (A 12 ), we now obtain 


2z^ 




D, 




2 D (TV „ /‘+"+i z^ + v+lN 


(A 10 ) 
(Alla) 
(A116) 


s+l /sJ-lX 

S I . Jr{z) = 0 (A 12 a) 

= 1,3,5, t / 


1 -e- 




(A 13) 


j'-2 

V - 

r=l,3,5,.../^ +V 


The double sums in (A 13) may be simplified by collecting together all the terms 
involving a fixed power of z, say z^. The square bracket in (A 13) then becomes 


a 




'/f+V-fe+l 




//+V+1 

s 

=i'+2, v+4,. 


^PLV, k 




{fi + v—k+l)\ 


(A 14) 


where 

A IN. M 

(A 15 a) 

and 

1 ) y • 

(A 156) 

The summations in 

(A 15) may be evaluated to give (supposing that y^v) 




(A 16a) 

if 


(A166) 
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ii /i + 2^k^v, 

if v + 2^ifc</6 + v—1, and 


R /^' (/^+i^)! 

{k-v)\ M 


Combining (A 13), (A 14) and (A 16) and simplifying, we obtain 
r -_ ^ lli + v+V\ a,+.-u+x ^rc 


(A 16c) 


(Al 6 d) 


2 rz> / 

1 -e-Lcl 


2''“»4-„ + 


it=3, 5,7,... 


k ) pL + V+l 






\ U=3,5,7,... \hj JM‘]rV’—lc-\-l k==3,5,7,. . V^7 /l + P-k-h I 






(A 17) 


(/i + v+1)! jj 

The same result is obtained iiii>v, and combination of (A6) and (A 17) now leads 
to equations (26a) and (27 a) of the main text. The impurity term has here been 
omitted, it is easily evaluated by the method used in appendix IT above, and the 
details will not be given. 

Appendix 2. Numerical evaluation of the transport magnitudes 

A2T. Exphcit expressions are given below for the a^’s and required for 
evaluating the first three approximations to the electrical and thermal conductivities 
according to equations (49) and (56). Equation (25) gives 

ao=l, a 2 = |772, = a* = |i77«, ag =^lo = (A 18) 

Fnrtfier, equations (27 a) and (28a) give, for /i and v even, 

-^00 ~ 0^5’ (A 19) 

-^02 = + (A20) 

^22 = (I)" (A21) 


■^4 ~ tAA h + %'^^Ax + ), 


(A 22) 


■^4 (it'^As'^'^^AT^lbAs)’ (A23) 


■^4 — Vr^^Ao + ^^'^^A'!+6ioAl3 


and, for /i and v odd. 






r_l^+ii/ 0 V 

6 2D\Tj ‘ 


Fx2 = W7-*/9 + | l^\Wh + lAl), 

^33 = W^Vh + i^^Ax-ThAxx+U%\ il^^Ah + 'rr^Ax + i^A), 


(A 24) 


(A 26) 


(A26) 


(A 27) 
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-^13 = + |7r‘/7 + 

^35 = "t" f f 

+1 (|)'(W^«/5 + H^/7 + f^^/9+n^/n): 

/T*^ — 2 5 5 5 ^10 ^ I 1 2 7 ^8 ^ i 3 1^ 6 ^_ 1 ^ 

-^55 — 3 3 6 ^ f 63^ 27 7 2c/l5 

+1 (I) ' + ^^«/7 + 1 ^TT^/o + I ^^/XX + ^/la). 


A 2 - 2 . The integrals 


Tx 


dz 


■l){l»e-) 

(with X ^ QjT) are most conveniently evaluated by means of the series 


1 


(50;)^ 


{sx) 


/l-l 


/.(*)=«! 

valid for large jt, and 


A(*) = 


\ _y (_ ly-i ^ - 

n-l s^i ‘ ( 2 s)! 25 + 72.-1‘ 


•2s 


(A 28) 

(A29) 

(A 30) 

(A31) 

(A 32) 

(A 33) 


valid for small x, where the Bg are the Bernoulh numbers. Numerical values are 
given in table 3, correct to five significant figures (a table of values of ^5 only has 
previously been given by Gruneisen 1933 ). 


Table 3. Values oe Jni & jT ) 


\n 

Tie\ 

5 

7 

9 

11 

13 

15 

17 

0 

124*43 

5082 1 

3 6361X105 

3*9937 X10’ 

6*2278x109 

1*3077x10^9 

3 5569 X 1014 

0 05 

124*42 

5078 2 

3*6180x105 

3*9083 X10’ 

5*8160 X 109 

1*1030x1019 

2*5004x1014 

0 076923 

123 14 

4809 8 

3*0344x105 

2*5647 X 10’ 

2*6594x109 

3 0916x1011 

3 8962 X 10i» 

0-1 

116*38 

3972*1 

1 9743 X105 

1 2123 X10’ 

8 4470X10® 

6 3770x1019 

5*0803 X 1019 

0 125 

101 48 

2798*8 

1*0353x105 

4*4849 X 105 

2*1340 X 108 

1*0785x1019 

5*6799x 1011 

0 16667 

70*873 

1328*9 

31011 

8*1272x105 

2 2840 X 10’ 

6 7201 X 109 

2*0417x1019 

02 

50 263 

705 56 

11953 

2*2377 X 105 

4 4520 X 105 

9 2226 X10’ 

1*9661 X 109 

0 25 

29*488 

281*75 

3167 4 

38845 

5 0260x105 

6*7413x105 

9 2781X10’ 

0 33333 

12 771 

72 010 

468*43 

3291*4 

24264 

1 8479 X105 

1 4409 X10« 

05 

3 2293 

8 3763 

24 717 

78 230 

258*74 

881 95 

3072*9 

0*66667 

1 1199 

1 6538 

2 7649 

4 9460 

9 2329 

17*748 

34*851 

0*83333 

0*47907 

0 45534 

0 48883 

0 56090 

0*67116 

0*82665 

1 0399 

1 

0 23662 

0 15665 

011700 

0 093343 

0*077632 

0 066444 

0 058071 

1*25 

0 098845 

0 041987 

0 020100 

0 010273 

0 0054720 

0 0029989 

0 0016782 
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The surface impedance of superconductors and normal 
metals at high frequencies 

IV. Impedance at 9400 Me./sec. of single crystals of 
normal and superconducting tin 

By a. B. Pippaeb, The Royal Society Mond Laboratory, University of Cambridge 
[Communicated by Sir Lawrence Bragg, F.B.S.—Received 16 March 1950) 


The measurements described in the earlier papers of this series have been extended to 
9400 Mc./sec., a resonance techmque bemg employed to determme the surface resistance of 
normal and superconductmg tin, and the difference between the surface reactances of the 
material m the two states. Measurements on smgle crystals of different orientations have 
brought to hght a marked amsotropy of all these quantities, of a kind which shows clearly the 
non-tensorial nature of the fundamental equations relating the field vectors. The prediction of 
the theory of the anomalous skm effect m normal metals, that the surface resistance should 
vary with frequency as is confirmed. The temperature variation of the resistance and 
reactance of superconductmg tm has been studied in detail for a number of specimens of 
different orientations, and it has been found that over certain ranges of temperature the shapes 
of correspondmg curves for different specimens are similar, apart from scaling factors 
depending on the orientation, the values of these scalmg factors are used to characterize the 
surface impedance of each orientation. 


Ikteoduotion 

In the first three parts of this series (Pippard 1947 ), which will be referred to as I, II 
and III, an account was given of measurements of the surface impedance of normal 
metals and superconductors at a frequency of 1200 Mc./sec., and an attempt was 
made to fit the results into the framework of existing theories. Since that time the 
work of Reuter & Sondheimer ( 1948 ) has placed the phenomenon of the anomalous 
skin effect in normal metals on a secure theoretical basis, and their theory has been 
extended by Maxwell, Marcus & Slater ( 1949 ) cover one special model of a super¬ 
conductor. Meanwhile experiments have proceeded with a view to extending the 
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previous results to a frequency of 9400 Me /sec,, corresponding to a free-space wave¬ 
length of 3-2 cm. Preliminary accounts of this work have already been published 
(Pippard 1948 , 1949 a), but more recent measurements have shown that the pheno¬ 
mena are more complicated than was thought originally, owing to the marked 
anisotropy of tin. It has therefore been found necessary to study single crystals in 
detail, and the results of this investigation will be presented here. The additional 
labour involved in the investigation of single crystals of different orientations has 
been such as to render it inexpedient to study more than one metal, but this dis¬ 
advantage is largely offset by the increased body of information concerning that one 
metal, tin, which, as will be seen later, makes it possible to derive results of some 
theoretical significance from the experimental behaviour. 

Apparatus 

The experimental techniques employed in this work were similar in principle to 
those described in I (measurement of resistance) and III (measurement of reactance), 
and no more will be done here than to give a general description of the apparatus, 
pointing out those features of technique where there is some departure from earlier 
practice As before, the specimen under investigation forms the principal element of 
a resonant system which may be excited by means of an oscillator of variable 
frequency, and from which a fraction of the energy may be extracted and rectified. 



Figtjbe 1. Schematic diagram of resonator. 


7'2 
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The resonator assembly is shown diagrammatically in figure 1. The specimen, A, is 
a thin wire about long, A being the wave-length, forming the inner conductor of 
a resonant co-axial line, of which the can, £, is the outer conductor; the diameter of 
the can was chosen to be not great enough to support any propagating wave-guide 
modes, and the length was sufficient to eliminate any significant end-effects. The 
length of the specimen then determines the resonant frequency; on account of the 
spreading of lines of force away from the ends of the specimen resonance occurs at 
a wave-length rather greater than twice the length of the specimen, as if there were 
a small capacitive load concentrated at each end. Power from the oscillator was 
brought to the resonator through a wave-guide, G, the actual coupHng being effected 
by means of a probe, D. A similar probe and wave-guide extracted a fraction of the 
energy in the resonator and led it away to a detector. Since the resonator is to be 
immersed in Hquid helium, while the oscillator and detector are at room temperature, 
it is necessary to minimize heat conduction along the wave-guides, and this was 
achieved by constructing them from german silver sheet of jq mm. thickness. They 
were then too weak to support even a small pressure difference between the inside and 
the outside, so that it was necessary to allow free access of liquid helium to the interior 
of the wave-guides by drilling suitable holes. On account of the low dielectric 
constant of liquid helium there was very little reflexion of power at the liquid surface, 
and no difficulties in measurement were occasioned by this arrangement. It was, 
however, essential to avoid the presence of liquid in the resonator, and even to take 
precautions to maintain constant the vapour density, since in the earlier measure¬ 
ments it was found that changes in vapour density caused troublesome changes of the 
resonant frequency. The probes, D, were therefore constructed from glass-metal 
seals, and the resonator was then a completely sealed system, except for valves at the 
top of the cryostat, by means of which the vapour pressure in the resonator could be 
adjusted and maintained at a suitable value. 

As described in I, it is convenient, in order to determine the 'unloaded Q' of the 
resonator (that is, the value of Q when the coupling of the external circuits is so loose 
as to produce no effect on Q), to be able to vary the coupling between the specimen 
and the probes while keeping the system symmetrical. In the present arrangement 
the variation was simply effected by altering the height of the specimen in the can, 
and this alteration could be made from outside the cryostat. It was found important 
in preliminary experiments that the specimen should lie and move along the axis of 
the can; for this reason the specimen, moimted on a distrene rod, £, was attached by 
means of a ball-joint to a brass rod, F, which slid smoothly in the specimen tube, G, 
Before the experiment was begun the ball-joint was adjusted and clamped so that 
the specimen lay along the axis of the rod, and it was then found that on insertion 
into the resonator the coupling could be varied without destroying the symmetry 
of the system. 

The specimen was mounted in such a way as to avoid as far as possible the presence 
of dielectric materials in regions where the electric field strength was high, especially 
near the ends of the specimen. The specimen holder may be seen in figure 1; the frame- 
worksupportingthe specimenis of fine silica tubes and threads, cemented together and 
to the distrene rod by means of distrene cement. It was estimated that the dielectric 



101 


Impedance of tin at 9400 Me, jsec. 

loss with this arrangement should not limit the Q of the resonator to a lower value 
than lO"^. Apart from this source of extraneous loss the only other source is the can, 
which may produce a loss comparable to that of the specimen. In all measurements 
of the resistance of superconducting tin the can was lined with lead by dipping; super¬ 
conducting lead is by no means so good a conductor as tin at these frequencies, but on 
account of the large surface area of the can compared to that of the specimen it was 
only at the lowest temperatures that the loss in the can became as great as the 
loss in the specimen. The methods used for estimating the extraneous losses wiU 
be described when the experimental results are presented. In the measurements of 
normal resistance and of reactance the can was of brass, unhned, whose contribution to 
the loss was considerably smaller than that of the tin specimen, and could be allowed 
for with sufficient accuracy, so far as reactance measurements were concerned the 
loss in the can was of no consequence. 

Outside the cryostat the principal pieces of equipment were the oscillator, wave- 
meters and detector. The oscillator was a standard CV 87 klystron, watercooled and 
protected against draughts, whose power supply was provided by a highly stabihzed 
power pack. No attempt was made to provide further frequency stabilization, since 
by itself it was remarkably stable, drifting at the rate of about 1 part in 10^ per min., 
and occasionally subject to sudden jumps in frequency of 1 part in 10^. Only when 
the value of Q exceeded 10^ were these irregularities noticeable, and it was possible 
with a little care to measure values of 5 x 10^ with an accuracy of about 5 %. In order 
to be able to vary the frequency over a small range, for the measurement of Q, a fine 
tuning adjustment was provided in the form of four silica rods, mounted on a 
geometrical slide so that they could be inserted into the rhumbatron. By this means 
as fine control was possible of the frequency as was demanded by the value of Q being 
measured. The overall range of tuning with the silica rods was 0*2 %, and over this 
range the power output varied only slightly. 

To calibrate the oscillator two wavemeters were needed, the first a cavity wave- 
meter to determine the actual frequency within 0*1 %, the second a differential 
wavemeter for calibration of the fine adjustment. The heterodyne differential 
wavemeter described in I was found to be inconvenient at this frequency, since the 
frequency stability of the klystron was insufficient to enable a musical note to be 
produced by the beating of two at nearly the same frequency. A wave-guide inter¬ 
ferometer was therefore developed for this purpose, capable of detecting a change in 
frequency of 1 part in 6 x 10^. A full description of this instrument has already been 
given (Pippard 19496). 

Power from the oscillator was led through a short length of cable to a wave-guide, 
in which was a variable resistive strip attenuator of conventional design. This wave¬ 
guide was attached to the wave-guide which supplied power to the resonator. The 
wave-guide leaving the resonator was joined to a fixed attenuator and thence to the 
detector, which consisted of a standard crystal rectifier mounted in the wave-guide 
and tuned by means of a screw of variable position and depth of insertion into the 
guide. The rectified current was measured with a sensitive galvanometer. 
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Peepaeatiok oe specimen's 

In the preliminary measurements the specimens consisted of tin wires about 14 mm. 
long and ranging in diameter from 0*25 to 1 mm., which were prepared by casting in 
thin-waUed glass tubes, the glass being subsequently removed. It is, however, 
difficult if not impossible to remove the glass without damaging the surface of the 
metal, and in these measurements it is of fundamental importance to employ only 
unstrained surfaces. This point has been clearly demonstrated by the work of 
Chambers (1950) on the anomalous skin effect in copper, in which he has shown that 
it is only possible to obtain results in accordance with theory by carefully removing 
all traces of surface strain, by annealing and electrolytic polishing. If the measure¬ 
ments of surface impedance are to be of any use they must be carried out on specimens 
for which the surface is smooth and the surface layers have the same crystalline 
structure as the interior. It is the neglect of this requirement which vitiates the 
results on drawn wires presented in II (see Pippard 1949a; Chambers 1950). 

In the later measurements, therefore, careful attention was paid to the state of the 
surface. Some of the single-crystal specimens were made by casting pure tin in thin- 
waUed silica tubes, which were not removed before performing the experiments, but 
which did not give rise to very serious dielectric losses in spite of their occupying 
regions of high field strength. Microscopic examination showed that the cast 
surfaces were very smooth, causing no appreciable scattering of light even under 
intense illumination. It is likely therefore that whatever irregularities existed were 
no larger than one-tenth of a wave-length, or 5 x 10“® cm. There is still the possibility 
that the surfaces of the cast specimens were strained, especially if there is any 
tendency for the tin to stick to the walls of the tube, and for this reason a number of 
bare specimens were also prepared. Tin wires of about 0* 5 mm. diameter were prepared 
by casting in glass, and removing the glass, and were then recrystallized in air, the 
crystal axis being oriented in the desired direction by means of a seed crystal. The 
oxide layer on the recrystallized wire was removed in hydrochloric acid, and the wire 
was then electrolyticaUy polished in a solution consisting of 1 part of 20 % perchloric 
acid to 4 parts of ethyl alcohol. This polishing proved to be a troublesome process, 
but eventually a satisfactory technique was evolved, in which a small current (about 
^ A/cm.^) was allowed to flow for 10 sec., and was followed by a short pulse of a much 
larger current (40 A/cm.^ for about j^^sec.). After this treatment the wire was often 
found to present an extremely smooth appearance under microscopic examination, 
with no noticeable scattering of light, and the specimens were prepared from those 
sections which seemed smoothest. Not all the specimens were perfectly smooth, but 
none had rough patches which occupied more than a few per cent of the total surface, 
and care was taken to avoid rough patches at the centre of the specimen where the 
current density is highest. It is therefore believed that the results obtained with 
these specimens are results appropriate to an unstrained surface having no 
irregularities greater than 5 x cm. 

The pohshed specimens were verified to be single crystals by etching portions of 
the original recrystallized wire adjacent to each end of the specimen, and at the same 
time the orientation was determined. The oast specimens were verified to be single 
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crystals in the same way, but the orientation was finally determined by X-ray 

examination of the actual specimens. 


Expehimextal procedure 

The experimental procedure adopted was closely similar to that described in 
I, II and III, and the quantities determined were the normal surface resistance, 
just above the transition temperature ( 3 - 712 ° K on the 1932 temperature scale 
(Keesom 1932)), the ratio EjR^ for superconducting tin as a function of temperature 
between 3*712 and 1 * 7 ° K, and the difference in surface reactance of the super¬ 
conducting and the normal metal (with a magnetic field applied to destroy super¬ 
conductivity) as a function of temperature in the same range. 

The normal resistance, above the transition temperature was determined by 
measuring the variation of Q with transmission coefficient, t, for the specimen in an 
unlined brass can, and extrapolating the linear relation so obtained to zero value of t. 
This gave Qq for the resonator. To allow for extraneous losses due to the can and to 
dielectrics the temperature was lowered as far as possible, when the specimen losses 
became negligible and the contribution of the extraneous losses could be determined 
accurately. As in the 25 cm. measurements it was not feasible to deduce directly 
from Qq, on account of the difficulty of computing the conversion factor from the 
geometry of the resonator. A measurement of Qq was therefore made also at the 
temperature of solid carbon dioxide ( — 78 * 5 °C), which is sufficiently high for the 
classical skin-effect theory to be valid. Since the skin resistance can here be calculated 
from the bulk resistivity the conversion factor is experimentally determined, and 
hence R^ at the transition temperature may be found. 

For the ratio R/R^ of superconducting tin the procedure was exactly the same as 
described in I, the coupling being adjusted at each temperature to give rise to a 
standard value of t, usually 0 * 4 , so that relative values of Q were also relative values of 
IjR.A slight comphcation in these experiments arose from the heating of the specimen 
by the small amount of power which was dissipated in it, which although only a 
few microwatts, was sufl&cient to raise the temperature about 0*02° K. The analysis 
of the influence of this heating on the measurements is lengthy but straightforward, 
and will not be given here. It is sufficient to quote the result, that if the power 
dissipation be kept constant the only effect, apart from an easily ignorable bump at 
the transition temperature, is a bodily shift of the measured curve by an amount 
rather greater than the actual temperature rise of the specimen. A computed example 
is shown in figure 2, from which it may be seen that there is no appreciable distortion 
of the gradient of the curve. In all these measurements, then, a suitable amount was 
added to the temperature readings to bring the apparent transition temperature to 
3 * 712 °K, which appears from the measurements at 25 cm. (where the heating is 
unimportant owing to the greater bulk of the specimen) to be the transition 
temperature for this sample of tin. 

The principle of reactance measurement, by observation of the change in resonant 
frequency resulting from destruction of superconductivity by means of a magnetic 
field, has been given in III, and the method adopted here was the same but for one 



104 


A. B. Pippard 

respect. In the 25 cm. measurements the factor for converting a given change in 
resonant frequency into a change of inductive skin depth (the inductive skin depth, 
is defined as XjiTTO}, X being the surface reactance) was computed from the 
dimensions of the resonator. As is shown in the appendix, this conversion factor may 
be determined experimentally from observations at such a temperature that the 
classical skin-effect theory is valid. If a change of inductive skin depth from zero 
to occasions a change Aoj^ in resonant frequency, and a resistive skin depth Sj. 
corresponds to a resonance peak of width Aw,, between half-power points, then these 
quantities for a given resonator of any shape are related by the equation 

A. = A 

AWj Aco/ 

and each side of the equation is constant for a given resonator. At the temperature 
of solid carbon dioxide ( 5 ). may be calculated from the known bulk conductivity, since 
= ( 27 TWcr)~i according to the classical theory of the skm effect, and Aw,, may be 
measured in the usual way. Hence measured values of Aw^ may be immediately 
converted into changes of inductive skin depth. It should be noted that the Aw’s 
need not be actual frequencies, but may be readings on the differential wavemeter, 
so that systematic errors in the wavemeter do not affect the accuracy of the 
experiment. 



01_ I I I I I 

4 3 2 1 0 

Tc—T (arbitrary units) 

Figitke 2. Effect of heating of specimen, by measuring current, a, ideal variation of r with 
temperature ; b, observed variation if heatmg at peak of resonance is 1 imit of temperature. 

In this method of measuring surface reactance it is of prime importance that the 
specimen should exhibit the Meissner effect, so that when the magnetic field is 
removed there shaR remain trapped in the specimen no flux which may keep regions 
of the surface in the normal state. This matter was studied with several of the 
specimens in separate experiments. The specimen was cooled below the transition 
temperature in the absence of a field; the resistance was then measured, and again 
after superconductivity had been destroyed and recreated by switching a magnetic 
field on and off. In no such experiment was any change observed, and it was con- 
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eluded that if any part of the surface remained normal it amounted to less than | % 
and would result m no appreciable error. 


Expeiiimeis-tal eesults 
(a) Resistance of normal tin 

Ten specimens were used, of which five were cast in silica tubes and five were 
electrolytically polished. In figure 3 the surface conductivity S (= 1 /i?) just above the 
transition temperature is displayed as a function of 6 , the angle between the tetrad 
axis of the crystal and the axis of the specimen, which is also the direction of current 
flow. For tin of the purity of the samples used in these experiments the mean free 
path of the conduction electrons is very many times as great as the classical skin 
depth, the former being about 5 x 10“^ cm. and the latter about 2 x 10“® cm. Under 
these conditions, referred to by Reuter & Sondheimer (1948) as 'extreme anomalous 
conditions S has very nearly reached its limiting value and is almost independent 
of the bulk conductivity. The departure from the smooth curve of one pomt (at 4 °) 
cannot therefore be explained as arising from a slightly different value of the bulk 
conductivity. It is more likely that this specimen, which was recrystaUized after 
casting in its silica tube and which showed surface faults, was much rougher micro¬ 
scopically than the others, and it is to this fact that its lower conductivity is to be 
attributed. Apart from this pomt there is good agreement between the results 
obtained with specimens prepared in the two different ways, and this suggests that 
the problems of surface roughness and strain have been successfully overcome. 



Figure 3. Variation with orientation of surface conductivity of normal tm. The'^plain 
lines refer to electrolytically polished specimens, the rest to cast specimens. 

For an isotropic metal in which collision of an electron with the surface terminates 
a free path (p = 0 in the notation of II), Reuter & Sondheimer deduce for the 

/ neP' \ ^ 

hmitmg value of S, Sco = 0 * 568 (-51 , in which n and m are the number per unit 

® vmvcoPj 
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volume and effective mass of the conduction electrons, and v is the Fermi velocity. 
The conductivity should therefore vary as o)-^ for a given material under extreme 
anomalous conditions. Since the anisotropy of the effect was not studied at 25 cm. 
it is not possible to make a detailed comparison of the results at the two frequencies, 
but if it be assumed that the specimen used for the 25 cm measurement consisted 
of a random polycrystalline aggregate the value of 678 ohm“^ quoted in II may be 
compared with an average of the results exhibited in figure 3, due account being 
taken of the statistical weight of each orientation. This average value is 174 ohm“^, 
which agrees very well with the value 172 ohm“^ calculated from the 25 cm. measure¬ 
ments. It is of interest to note that Fairbank ( 1949 ), using cavity resonators at 
3*2 cm., obtained a rather lower value of the surface conductivity, about 115 ohm ~^5 
and that the value obtained by Maxwell et al. ( 1949 ) at 1*25 cm. was also lower than 
would be expected from the present experiments. It is likely that the explanation 
of these discrepancies is to be found in the method of preparation of the specimens 
used by these workers; the lattice distortions produced by milling and bobbing will 
be similar to those produced by drawing, which are known from the work of Chambers 
to be responsible for serious errors, in the noble metals at any rate. 

The form of the anisotropy of Soo is interesting, in that it differs from the result 
to be expected for a classical metal. In an amsotropic classical metal the usual 
conductivity equation, p J = E, must be generalized by treating p as a symmetric 
second-order tensor. For a uniaxial crystal such as tin the resistivity tensor may be 
represented by an ellipsoid of revolution, having axial symmetry about the tetrad 
axis. The exact treatment of the classical skin effect in such a crystal is tedious, but 
not difficult, and only the result will be quoted. For a cylindrical specimen such as 
those used in this work the measured surface resistance will vary with orientation in 
a manner which is represented to a close approximation by the equation 

= 27r(jt){p^ -{- (P 2 — Pi) sin^ 6), 

in which p^ and p^ are the principal resistivities parallel and perpendicular to the 
tetrad axis. For tin at room temperature this equation is in error by something less 
than 1 %. Consequently if the metal behaved according to the classical theory of the 
skin effect, R and consequently 2 should be monotonic functions of 0, which is clearly 
not so in the present experiments. 

The reason for this behaviour is to be found in the form of the equations connecting 
J and E in the classical and anomalous theories. In the former the relation is, for an 
isotropic metal, a linear point-relation, by which the value of J at any point is 
determined solely by the value of E at that point, and in an anisotropic metal this 
character is retained when a resistivity tensor is introduced. In the anomalous 
theory, on the other hand, the relation between J and E, while still linear, is no longer 
a point-relation, since J is determined by the configuration of the electric field over 
the whole metal (see Reuter & Sondheimer 1948 , equation (14)). There is now no 
longer any quantity analogous to p which may be simply generalized by the intro¬ 
duction of a tensor, and as a consequence the mathematical formulation of the 
problem permits a much greater freedom of behaviour in an anisotropic material 
than is allowed by a point-relation. 
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A rough physical picture of the behaviour may be obtained by means of the 
ineffectiveness concept, introduced in II and justified to some extent by Eeuter 
& Sondheimer. When the mean free path of the electrons is very much greater than 
the skin depth the greater part of the current is carried by that small fraction of the 
electrons moving at such glancing angles to the surface that they may execute 
a substantial part of a free path while remaining within the sMn depth. It is the 
density and effective mass of these electrons for a given crystal orientation which 
determine the surface resistance, and since in a metal such as tin the shape of the 
Fermi surface is likely to be very different from the spherical shape assumed in the 
free-electron theory of metals, it is to be expected that for different orientations the 
surface resistance may vary considerably, and in no simple manner. From this point 
of view it is easy to see that even with the geometry of the present experiment, in 
which the direction of current flow is the same at all points of the specimen, the 
results obtained represent some sort of average effect, since at different azimuths of 
the specimen different groups of electrons will be effective in determining the 
resistance. A complete picture of the anisotropic effects can only be obtamed from 
experiments on plane surfaces, and it is not possible to draw any detailed conclusions 
concerning the shape of the Fermi surface from the results of figure 3. It seems likely, 
however, from the maxima of Soo at the extreme orientations, either that the directions 
of motion of the electrons are concentrated around the crystal axis and the plane 
normal to the axis, or that in those directions the effective mass is much smaller than 
in intermediate directions. 

(6) Reactance of superconducting tin 

Reactance measurements were carried out on the same ten specimens which were 
used for the measurements just described on normal tin. The difference in inductive 
skin depth between the superconducting and normal metals was determined as 
a function of temperature, and since for tin the inductive skin depth of the normal 
metal is independent of temperature in this range any variation of the observed 
difference with temperature must be ascribed to the superconducting metal. Two 
typical curves are shown in figure 4, in which the difference in inductive skin depths 
is plotted against the reduced temperature, t [=^ TjT^, where 2^ is the transition 
temperature). The skin depth in the normal metal is designated in the super¬ 
conductor A'; from the definition of inductive skin depth it follows that at low 
frequencies A^ is equal to the penetration depth, A. It will be seen from these curves 
that the method is capable of considerable accuracy, and in fact under the best 
conditions the measured probable error of a single determination of — A' was no 
greater than 4 x 10“® cm., about 1 % of the penetration depth at 0°K. 

At the transition temperature —A' vanishes, as is to be expected, and with 
lowering of the temperature the difference increases towards a limiting value, 

— which is different for each orientation. The relation between these curves and 
the variation wdth temperature of the superconducting penetration depth has been 
discussed in III, and wdll be further discussed in the next paper. Here we shall be 
concerned only with presenting the experimental results, a task which is greatly 
simplified by the observation that for values of t up to 0*90 the curves of A'—A^ for 
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all specimens have the same shape, apart from a scaling factor characteristic of each 
orientation. This is illustrated in figure 5, where A' — has been plotted against 
an empirically determined function of temperature, to which a close analytical 
approximation is given by the formula 

= 14?/—5?/®, where «/ = (! — — 1. (1) 



t 


Figtjbb 4. Temperature variation of mductive skin depth, a, ^=62*5°; 6, ^ = 0°, 

Plotted in this way^ the points for each specimen lie on a straight line, and we may 
take the gradient, g, of the line to characterize the variation of A' with temperature 
for a given specimen. The results of the reactance measurements are thus summarized 
in figure 6, which shows the variation of g with d. The variation of A' with temperature 
is slowest for the extreme orientations, and most rapid around the value 60° of <9; 
this behaviour is similar to the variation with 6 of the resistive skin depth in the 
normal metal, which is inversely proportional to S as exhibited in figure 3. The lines 
in figure 6 represent estimated probable errors from all causes, of which errors due 
to experimental scatter of the points in figure 5 and errors in the determination of the 
conversion factor between frequency change and inductive skin depth are the most 
important. 
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Now from equation ( 1 ) it is clear that at very low temperatures A' is a linear 
function of y, in agreement with the conclusions of Daunt, Miller, Pippard & Shoen- 
berg ( 1948 ) that the available evidence favours a law for the variation of A with t of 

A-A.(l-^)-*. (2) 



Figxjee 5. Linear plot of temperature variation of inductive skin depth, 
a, ^ = 62-5°; 6, ^ = 0°. 



Figure 6 . Anisotropy of inductive skin depth. 

In the present experiments A' cannot be the same as A right up to the transition 
temperature, since A tends to infinity while A' tends to It is therefore of mterest 
to see whether the quadratic term in ^{t) represents a departure of the penetration 
depth from the simple law, hitherto unobserved through experimental inaccuracies, 
or whether it is due simply to the same cause as limits A' to values not greater than 
di, that is, the mechanism which is responsible for the high-frequency resistance. To 
test this point careful reactance measurements were made on a tin specimen at 25 cm,, 
and the result of this experiment is shown schematically in figure 7. Here values of 
A' —Aq at three diflFerent frequencies are plotted against (1 —account being 
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taken of the differences in the specimens by scaling the measured values so as to 
bring the initial gradients into coincidence. It is clear that the departiiios from the 
law represented by equation (2) are to be ascribed entirely to the effects of the high 
frequency; the interpretation of this result will be discussed quantitatively in 
part V. 



Figtjbe 7. Temperature variation of inductive skin depth at different frequoncios. 
a, 9400 Mc./s6C, ; h, 1200 Mc./sec.; c, 70 c./sec. (Laurmann & Slioenberg 1949 ). 


The theory of the anomalous skin effect predicts that in a normal metal under 
extreme anomalous conditions the surface reactance and resistance should be in the 
ratio -1^3, rather than unity as in the classical theory, and these measurements enable 
the ratio to be estimated. Experimentally what may be determined is the difference 
between 8^ and Aq, and if it be assumed that at the lower temperatures, where the 
curves of figure 8 become linear, A' is equal to A, it is possible to calculate A^ from the 
data. In fact, inspection of equations (1) and (2) shows that Aq = Mgr. Hence 8^ may 
be calculated, and in figure 8 is shown the variation with 6 of together with the 
variation of 8^ calculated from the data shown in figure 3. In the same diagram the 
ratio 8^18^, deduced from the smoothed curves, is shown. Since 8^ is defined as 
XI4:7to) and 8^ as Bl2no), the ratio 8JS^ should or 0*866, according to the theory 

of Reuter & Sondheimer. On account of the scatter of the experimental points the 
exact shape of curve is doubtful, although the general form is probably reasonably 
correct. Since the theory of the anomalous skin effect has not been extended to an 
anisotropic metal it is not possible to say whether this variation of 8J8^ is to be 
expected. However, the mean value oiSJSj. appropriate to a poly crystalline specimen, 
calculated from this curve, is 0*88, in quite as good agreement with the theoretical 
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value as may be expected, so that these results may be said to confirm the theory 
of Reuter & Sondheimer. 



Figube 8. Anisotropy of inductive and resistive skin depths in normal tm, 
a, the inductive skm depth, ; b, the resistive skin depth, ; c, SJSj,. 

(c) Resistance of superconducUng tin 

The variation with temperature of the surface resistance of superconducting tin is 
similar at 3-2 cm. to that at 25 cm. described in I. As the temperature is lowered 
through the critical temperature the resistance begins to fall sharply, and continues 
to fall steadily, though at a slower rate, with further lowering of the temperature. 
As would be expected, the rate of decrease of resistance is less at the higher frequency, 
and it is consequently easier to obtain accurate data. The variation with temperature 
of r, the ratio of the resistance i2 at a temperature t to the resistance R^ just above 
the transition temperature, was determined for seven of the monocrystalline 
specimens, and the results for two specimens are shown in figure 9, together with the 
curve obtained previously at 25 cm. These results have been corrected for the residual 
cavity losses in the following way. In the preliminary experiments it was found 
that two specimens whose diameters differed by a factor 4 gave curves of almost 
precisely the same shape, except that r tended to different values at 0°K. Prom 
a separate experiment in which the specimen was a lead-coated brass wire an 
estimate was made of the losses due to the can, and these losses were discovered to 
be much greater, than any losses due to the dielectric supports, which could be 
neglected. It was therefore possible to predict the ratio of the residual cavity losses 
for the two specimens, and this ratio turned out to be the same as the ratio of the 
limiting values of r. This result makes it clear that the greater part of the limiting 
value of r is due to the can and not to the specimen. Further confirmation was 
obtained by an experiment on a very fine tin wire, of diameter 50/*, cast in a thin- 
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walled silica tube. The residual value of r for this specimen was only 0-22 %, of which 
OTO % was calculated to be the contribution of the can losses. Thus the value of r for 
the specimen must certainly fall at least to 0-12 %, and it requires a power factor of 
only 10“5 for the sihca tube to account for this residual loss. We may be sure, therefore, 
that r falls below 0-1 % and probably vanishes at the absolute zero. For all the 
specimens measured the hmiting value of r could be accounted for as being due to 
can and dielectric losses, and the measured values have been corrected on this 
assumption so as to make each curve tend to zero at 0° K. 



FiotFEB 9. Temperature variation of superconducting resistance, a, 3-2 cm., 0 = 87°; 
h, 3’2 cm., ^ = 62*5°; c, 25 cm., average of several specimens. 

This is a different result from that of the 25 cm. measurements, where it appeared 
that T tended to a value 0*7 % after due allowance had been made for the cavity 
losses. It is most improbable that if r tends to zero at 3*2 cm. it tends to a non-zero 
value at 25 cm., and it is therefore concluded that the methods of estimation of the 
correction in the earher work were somewhat in error. A new measurement on a fine 
specimen at 25 cm has made it clear that the limiting value of r is certainly not greater 
than 0*4 %, but in order to ascribe this remaining resistance to the sihca sheath of the 
specimen it is necessary to assume a power factor at 25 cm. of 5 x 10“®, five times 
greater than at 3*2 cm. No experiments have been performed to discover whether 
this is the true explanation, but for the present purpose it has been assumed that 
r tends to zero at both frequencies, and the results presented in I have been corrected 
accordingly. 

As with the reactance measurements, it has been found that the resistance curves 
for different orientations show certain similarities which facilitate the presentation 
of the expeiimental results. In the region just below the transition temperature, in 
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■which ?■ varies from 100 to 40 %, all the curves have the same shape, apart from 
a scahng factor applied along the temperature axis, so that the results may be 

expressed m the form ^ constant+ G,^(r), (3) 

in which AT is the difference between the transition temperature and the temperature 
measured, (?i is a factor characteristic of each specimen, and ^(r) is an empirically 
determined function whose form is very nearly represented by the equation 

^(r) = 800 - 435 log^o (lOOr - 32). (4) 

Examples of this method of treating the results are given in figure 10. 



Figube 10. Linear plot of resistance just below the transition temperature. 

a, ^ = 55°; 6, ^ = 87°. 


Similarly, at the lower temperatures, when r is less than about 7 %, all the 
specimens give curves of the same shape apart from a scaling factor, applied this 
time along the resistance axis. Thus r may be expressed in the form 


in which is a factor characteristic of each specimen, and 






(6) 


It is noteworthy that the results at both frequencies can be expressed in this way, 
as is shown in figure 11. The extreme curve at 3*2 cm. (for 6 = 87°) is seen to deviate 
from linearity when r exceeds 7 %, but otherwise all the specimens give straight 
fines for values off{t) up to 0*7, corresponding to a value 0*86 of t 

In this way the shape of the resistance curve may be described over the greater 
part of its length in terms of two parameters, and G 2 , and it is not surprising to 
fin d a close correlation between these two parameters. In figure 12, O 2 is plotted 
against Gj^, and it may be seen that within the limits of experimental error the 
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parameters are proportional to one another This result will play an important part 
in the analysis of the measurements to be given in part V. On the same curve is 
shown a point obtained at 25 cm. It is difficult to say how accurate this point is, 
especially as regards the value of which may be somewhat larger than its true 



m 


Figube 11. Linear plot of low-temperature resistance, a, 3 2 cm., (9 = 87®; 
b, 3*2 cm., ^ = 72®, r, 25 cm., orientation unlmown. 



Figube 12. Correlation of and The circle refers to a measurement at 
25 cm., the crosses to measurements at 3*2 cm. 
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value on account of the inherent breadth of the transition, even for stationary fields. 
It is unlikely that the true position of the point is farther away from the straight line 
than the point shown in the diagram, and more than hkely that it is much closer. 
Finally, the anisotropy of the superconducting resistance may be exhibited by 
plotting either G-^ or G^ against d, and m figure 13 the angular variation of G^ is shomi. 
The characteristic humped curve appears again, this time in opposition to the 
resistance curve of the normal metal; for those orientations around 60° for which 
the normal resistance is highest, the resistance ratio r falls most steeply below the 
transition temperature, so that eventually it is these orientations which show 
the smallest resistance. 



Figtjbe 13. Anisotropy of superconducting resistance. 


Discussioisr 

The detailed discussion of the results presented here and in the earher parts of this 
series is a rather lengthy matter, which will be undertaken in part V. For the moment 
we shall concern ourselves only with a discussion of the justification for regarding 
the results as truly representative of the behaviour of ideal specimens. Every effort 
has been made in the preparation of the specimens to ensure that the surfaces shall 
be smooth and strain-free, but if these efforts have not been successful it is clear that 
quantitative deductions from the results will have little or no value. As regards the 
possibihty of strains being present in the surface layers, it seems likely that the 
methods of preparation are such as to eliminate these. The work of Chambers ( 1950 ) 
has shown that it is possible to achieve good agreement between experiment and 
theory in measurements of the anomalous skin effect in copper, a metal which is much 
less readily annealed than tin, by electrolyticaUy removing the surface layers which 
cause serious errors in drawn wires. Since in the present work the specimens were 
recrystallized from the melt before electrolytic polishing there is even less possibility 

8-2 
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of the measured surfaces being sufficiently strained to affect the results. Additional 
eTidence in favour of this conclusion is provided by the agreement between experi¬ 
mental and theoretical values of and by the fact that the resistance in the 
superconducting state appears to tend to zero at 0 ° K. From the work of Maxwell 
et al, ( 1949 ) and Fairbank ( 1949 ) it seems that the residual resistance of the super¬ 
conductor is a sensitive test of surface strain. 

It is not quite so easy to dispose of the possibility that the surfaces are rough to an 
extent which would be important in this work, since the thickness of the layer in 
which the current flows is only about cm. above the transition temperature, and 
falls to half this value in the superconducting state. It is to be expected, then, that 
roughness on this scale will affect the results, and it might be regarded as significant 
that those orientations which show the largest normal resistance and superconducting 
inductive skin depth are just those for which the orientation of the crystal with 
respect to the surface is such as to encourage microscopic roughness. However, there 
are several arguments against this hypothesis. First, there is good agreement 
between the results obtained with cast and with pohshed surfaces, and it is improbable 
that the same degree of roughness would result from both methods of preparation. 
Secondly, in order to account for the shape of the curve of figure 3 the scale of the 
roughness would have to be several times as great as the skin depth, according to the 
calculations of Morgan ( 1949 ), and thus comparable to the wave-length of visible 
light and easily detectable by the scattering it would produce. Thirdly, if the scale 
of the roughness is rather less that 10 ”^ cm it would have little effect on the normal 
resistance, but might be sufficient to increase the apparent superconducting resistance 
and reactance, thus accounting for the bump in the curve of figure 6 . However, if 
this were so we should expect the superconducting resistance to show a corresponding 
increase at orientations around 60°, while in fact these are the orientations which 
give the lowest values of resistance. 

To sum up, we may conclude that while there is still a possibility that surface 
roughness may play a small part in determining the measured values of surface 
impedance, there is strong evidence against its being the cause of the observed 
anisotropic behaviour, and there is therefore some justification for proceeding to an 
analysis of the results on the assumption that they represent the ideal behaviour of 
monocrystallme tin. 

Appendix 

Consider any system of conductors forming a resonator, and let us suppose first 
that all the conductors are perfect, so that there is no field penetration, and no 
decrement. Under these conditions there will be a certain distribution of surface- 
current density on the conductors, which we shall write as i{s). At one particular 
phase of the vibration the current, and hence the magnetic field, will at all points 
reach a maximum value, and at the same time the charges on the surfaces of the 
conductors will vamsh, together with the electric field. The energy of the resonator 
will then be wholly magnetic, and may be written in the form 
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the integration being over all the conductors. This equation formally defines the 
self-mductance, Lq, of the resonator. 

One-quarter period after this current maximum, the currents and magnetic 
field are everywhere zero, and the energy is stored in the electric field arising from 
charge distributions on the conductors. Writing the surface charge density as q[s), 
we may relate q and j by the continuity equation 

q = -divj, 

where div^ is written for the surface divergence; or, for a vibration of frequency 



Thus the form of the charge distribution is determined by j and its magnitude varies 
inversely as <w. Consequently we may write for the electrical energy, which is 
proportional to the square of the charge density, 

and so define the self-capacity, Cq, of the resonator. The natural frequency of 
oscillation is obtained by equating and to give 

Now let us suppose that the magnetic field penetrates into the conductors, while at 
the same time the current distribution remains unaltered, this latter assumption 
will be discussed later. There will result an extra term AC^j^ag. magnetic energy, 
while the electrical energy will remain unchanged, since the charge will still be 
carried on the surface. The resonant frequency will be obtained by equating Dei 
+ AC4iag J so change in resonant frequency will be given by the equation 

To evaluate A?7mag.) we consider the definition of inductance in terms of stored 
magnetic energy, and obtain immediately 

where L is the surface inductance. If the material of the resonator is uniform, L is 
constant, and we obtain the result 

Act)^ L 

Now consider the decrement of the resonator, for which the surface resistance will 
be taken as R. The energy dissipated per cycle is readily seen to be given by 
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and lienee from the definition of Qq, 

Q _ _ ^0-^0 

% P ‘ 

If a frequency change Au)^ traverses the resonance peak between the half-power 
points, then is also given by (oJAcOy., Hence 


Aci)^ __ (OqLL^ Oq-L 

The resistive skin depth is defined as Rj27X0)^, and the inductive skin depth 8^ as 

L14:77. Hence which is equivalent to the expression quoted in the text. It 

should be noted that it has been assumed that the resistive losses in the resonator 
are entirely due to those conductors for which 8^ is considered. This means in 
practice that the value of Aci^ employed must be the measured value coiuected for 
residual losses in the can and dielectrics, in a way described in the text. 

Finally, we must return to the assumption that no redistribution of current occurs 
when the surface inductance is changed. The justification of this assumption is 
that it is of only secondary importance whether or not small redistributions occur, 
since according to Rayleigh’s principle this method of determining the resonant 
frequency always gives a value which is higher than the correct value if an incorrect 
mode of oscillation is considered. In particular, the frequency takes a stationary 
value with respect to small variations about the correct mode, and since we have 
considered the real mode of oscillation for the particular case of 8^ = 0, any small 
changes incurred by the introduction of a non-zero value of 8^ will have only a second- 
order effect on the frequency, which may safely be ignored provided that Aoj^ is 
much smaller than oJq. 


In carrying out the experimental work described above I received much help 
from Mr R. G. Chambers, who also kindly put his apparatus at my disposal for the 
new measurements at 25 cm., and Mr J. V. Smith and Mr E. Laurmann gave valuable 
assistance in the determination of the orientation of the specimens. My thanks are 
due to the Chief Superintendent, R. R. D. E. Malvern, for the loan of apparatus, and 
to Mr F. Sadler for help in the design and construction of apparatus and for the 
maintenance of an adequate supply of liquid helium. 
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Liquid helium films 
I. The thickness of the film 

By K. R. Atkins, The Royal Society Mond Laboratory, Cambridge 

{Communicated by Sir Lawrence Bragg, F.B S.—Received 29 March 1960) 


The thickness {d) of the helium ii film and its variation with height {H.) and temperature were 
measured by a dynamic method mvolvmg the oscillations of a memscus m a capillary. The 
variation with height could be represented only approximately by the equation d = as 
the effective value of n was greater at smaller values of H The mean value of n over a range 
of heights from 0 5 to 5 cm was 0 14, which is appreciably smaller than the values predicted 
by the theories so far advanced to explam the formation of the film The order of magnitude 
of h was 2x 10"*^ cm., but it varied slightly with the nature of the surface or some other 
experimental factor. 


1, lOTRODUCTIOlSr 

The theories of Tisza (1938, 1947) and Landau (1941) suggest that the transport 
properties of liquid helium ii can be explained in terms of the two component 
hydrod3mamics of a mixture of normal and superfluid hquids. The aim of the research 
described below was to throw further hght on the exact nature of this hydro¬ 
dynamics by studying the superfluid flow of the liquid helium film. The present paper 
describes how the thickness of the film and its variation with height were measured 
by a new method involving oscillations of the film, while part II wiU deal with the flow 
properties of the film and in particular the way in wliich its rate of flow was 
influenced by variations in its thickness. The problem of the thickness of the film 
also presents certain novel features of intrinsic interest associated with the 
equihbrmm of a thick film in contact with its bulk liquid. 

Previous measurements of the film thickness should be considered in the light of 
the recent discovery of Bowers & Mendelssohn (1949) that film phenomena are very 
sensitive to small quantities of solidified gas on the surface holding the film, and it is 
by no means clear in which of the measurements these contamination difficulties 
were avoided. In the original experiments of Daunt & Mendelssohn (1939) the film 
was evaporated off a large surface and collected in a capillary. They found no evidence 
for a film thicker than 10“'^ cm. above the A-point, and obtained a mean value 
of 3-6 X 10”® cm. below the A-point, though their individual observations varied 
erratically between 2*7x10”® and 4*9x10”® cm. These figures refer to a film 
extending from 3 to 18 cm. above the surface of the bulk liquid.f Kikoin & Lasarew 
(1939) used a similar method and obtained a result of the same order of magnitude, 
but no details of their method are available. More recently, Burge & Jackson (1949) 
have investigated the variation of film thickness with height and temperature using 
an optical method. They found that over most of the temperature range between 
1* 1° K and the A-point the thickness was approximately 1*9 x 10”® cm., but in a small 

t I am iadebted to Dr K. Mendelssohn for this information. 
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range of temperatures near the A-point it decreased rapidly and they could find no 
evidence for the existence of the film above the A-point. Assuming the thickness to 
vary inversely as the ?^th power of the height, they obtained values of % varying from 
0*28 at the lowest temperatures to 0*4 near the A-point. All these figures are pro¬ 
visional until a more accurate calibration of the optical constants of their apparatus 
can be made. Kistemaker (1947) approached the problem from a different direction 
by studying the adsorption of helium gas on glass at pressures near the saturated 
vapour pressure. He was able to produce a film as thick as 5 x 10“'^ cm. above the 
A-point, and as the temperature was lowered below the A-point the thickness 
steadily increased but did not rise above 10"^ cm. There was no measurable change in 
film thickness as he raised the pressure from 95 to 99 % of the saturated vapour 
pressure. Long & Meyer (1949), however, have found that for the case of adsorption 
on jeweller’s rouge the amount of gas adsorbed increases rapidly as the saturated 
vapour pressure is approached, and they advance reasons for believing that this is 
not due to capillary condensation. It is clear that there are many inconsistencies 
between these various experiments. 

There are three theories of the formation of the film, all of which assume static 
equilibrium between the film and the bulk liquid. Schiff (1941) and, independently, 
Frenkel (1940) assume that the film is due entirely to the van der Waals forces of 
attraction between the helium atoms and the waU, and deduce that the film thickness 
should vary inversely as the cube root of the height. Bijl, de Boer & Michels (1941) 
consider the dominant factor to be the zero-point energy of the atoms confined within 
the small dimensions of the film, and this implies a film thickness varying inversely 
as the square root of the height. Temperley (1949) has attempted a rigorous treat¬ 
ment combining the van der Waals forces and quantum effects, but unfortunately 
his results are very sensitive to the exact values of certain parameters and he can 
deduce only the order of magnitude of the variation of thickness with height. 

2. Theory of the oscillation method 
(a) The principle of the method 

Consider, as in figure 1, a vessel containing liquid helium ii emptying through the 
film. The inner level eventually comes to rest at the same height as the outer level, 
but, as the rate of flow is quite large even for very small level differences, this 
equilibrium position is approached with considerable momentum so that the inner 
level overshoots and then oscillates about its equilibrium position. This oscillation 
can be considered as a periodic interchange of energy between the kinetic energy 
of the film and the potential energy of the liquid inside the vessel which is raised above 
the outer level, and the period depends primarily on the thickness of the film. This 
type of oscillation was first discovered by Allen & Misener (1939), not for film flow, 
but for flow through narrow subsurface channels, and was used by them to estimate 
the cross-sectional area of the channels. This estimate agreed to within 30 % with 
an independent estimate involving the rate of flow of helium gas through the 
channels, and so the method can be relied upon to give at least an order of magnitude 
for the thickness of the film. The principal theoretical uncertainty is that the method 
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is a dynamical one, and the hydrodynamics of the flow of the film is not yet properly 
understood. However, this raises the hope that a study of the oscillations might also 
help to elucidate this hydrodynamics. 



Figube 1, Diagram illustratmg the theory of the oscillations. 

(6) Theory of the oscillations 

It is important to state explicitly the assumptions which will be made in developing 
the theory of the oscillations. They are: 

(1) The density and composition of the film are the same as for the bulk liquid. 

(2) The part of the film which moves is the superfluid part of density Pg and its 
motion is entirely independent of the normal part. 

( 3 ) The shape of the film does not alter as its velocity varies. 

( 4 ) The temperature is constant throughout the system, and so the thermo¬ 
mechanical effect may be ignored. 

( 5 ) Dissipative effects, such as those due to viscosity, may be ignored. 

(6) The velocity in the film at a fixed height and at a given time is constant 
throughout the thickness of the film. If the thickness of the film varies slowly with 
height, this is an approximation to the assumption that the motion is irrotational 
(curlv = 0). 

( 7 ) The hydrodynamics is therefore that of an ideal classical liquid undergoing 
a frictionless irrotational motion. 

Referring again to figure 1, if d is the thickness of the film at a height H above the free 
surface, v is the velocity of the film at all distances from the wall at a height H and 
a time t, and cr is the rate of transfer of liquid through the film at time t in cm.®/sec./cm. 
width of film, then the equation of continuity expresses the fact that a must be the 
same at all heights, so that 

^vd = (T = function of t only. (1) 

P 

The rate of rise of the inner level in the beaker is given by 

== —p^27Trvd, 


(2) 
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r being the radius of the beaker, x the height of the inner level above the outer level, 
and p and the densities of the bulk liquid and superfluid component respectively. 
The velocity at any point in the film is consequently 

p T Idx 
pg2d dt^ 

Euler’s hydrodynamical equation 


V = 


(3) 


takes the form 


|^ + (v.grad)v= -^gradp 
3 v 9 ,, Idp 


( 4 ) 


in which, p is the pressure at a point in the liquid at a distance z from the inner level 
measured along the fi l m Substituting the value of v given by equation ( 3 ) 

( 5 ) 


( 6 ) 


p r dj^x 1 1 1 p T dxY ^ ^ \ 

1 dp 

p^2 dt^d^2 2 dtj dz \dy 

1 

j 

’ 
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Integrating with respect to z from the inner level to the outer level L^, 


p r d'^x 

p ,2 dt^ 


-ndz r 

"y + 

Jo » Jl 


^^dz 
I d_ 


lip rdx^^ ri 

'^2\p,2'dt 


.\2ri”]L2 1 
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Here I is the height of the rim of the beaker above the bath level. At and d is 
infinite, so the second term vanishes and the equation reduces to 

p T d^x ^ 
p ^2 dt^ 


2r^= 

Jo d 


+gx. 


( 7 ) 


The factor 2 before the integral corresponds to the fact that we have to consider the 
film on the outside of the beaker as well as on the inside. If, as in the actual apparatus, 
the radius of the outer surface is not r but B, then it is easy to show that this factor 
becomes l + rjR. After making this alteration equation ( 7 ) represents a simple 
harmonic motion of period 


T = 27T 


(--fi 

k2srl 


+ 


R 


0 d 


(8) 


If the variation of film thickness with height can be expressed in the form d = kjH'”', 
it follows immediately that the period will vary as I to the power l{n+ 1) and the 
value of k will be / % , ,. 

The experiment therefore consists of a determmation of the variation of the period 
with the height of the rim above the surface of the bulk hquid. 

The amplitude of oscillation to be expected is 

a 


= liRL (i L\ 

\ dtj a/ \Ps ^9 \ “K/ J 0 d 


ifl d 


( 10 ) 


o'max being the rate of flow just before the start of the oscillations. 
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(c) The velocity contour 

Certain aspects of the above theory will now be considered in more detail. First, 
the assumption that all layers of the film move vith the same velocity is obviously 
of fundamental importance, since the method can, by its very nature, measure only 
the effective thickness of that part of the film which moves. If, as is very hkely, the 
first two or three layers near the wall are solid, then these will make no contribution 
to the period. However, a continuous variation of velocity across the film is not so 
important, for if the velocity has the form v = X{ 1 ) Y{d) Z{yld), y being the distance 
from the wall, then a simple extension of the theory gives for the period 


T = 277 


UlPs%\ 


j?;Jo d j- 


(11) 


where 


ri ^1 

= Z{jLc) dfi and L = [^(/^)]^ dpi, 

Jo Jo 


It follows that the variation of period with height is not affected, but that the 
apparent thickness of the film is decreased by the factor /1//2* ^ careful comparison 
of the results of the oscillation method and a more direct method such as that of 
Burge & Jackson (1949) should therefore yield some information about the velocity 
contour in the moving film. 

(d) Thermal effects 

So far we have assumed that the motion of the film is determined only by the 
hydrostatic pressure and have ignored the weU-known thermal effects which result 
from the entropy defect of the moving component. We shall now set an upper limit 
to these effects for the worst possible case in which the inside of the beaker is thermally 
isolated from the outside. As superfluid liquid flows through the film out of the 
beaker the inside of the beaker is heated (mechano-caloric effect) and the resulting 
temperature difference is equivalent to a pressure tending to force the liquid back 
again (thermo-mechanical effect). If AT is the temperature excess inside the beaker 
at any instant, V is the total volume of liquid inside the beaker, 0 is the specific heat 
per g. of liquid, and is the heat transferred with 1 g. of film, then 


VpO^LT 




As AT and x both vary sinusoidally this can be reduced to 

VGAT = -irr^xQ^. 

The consequent thermo-mechanical pressure head is 


pTTr^Q^^ 

TGV 


X. 


The total pressure head, hydrostatic and thermo-mechanical, is therefore 
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so that this thermal effect merely increases the effective value of g and so cannot 
influence the prediction of the film shape, though it might influence the value 
deduced for k. In the actual experiment r was small and F was large and the 
correction could not therefore have amounted to more than about 10 %, but because 
of the precautions taken to ensure good thermal contact between the inside and the 
outside of the beaker it was probably completely negligible. We shall see later that 
there was experimental evidence that this was so. 

3. Experimehtal details 
{a) The cryostat 

The main consideration influencing the design of the cryostat was the necessity 
to avoid contammation of the surface holding the^film by a deposit of a solidified gas, 
which, as Bowers & Mendelssohn (1949) have shown, can have a drastic effect on the 
properties of the film.| It was also desirable to avoid temperature gradients in the 


T 



neighbourhood of the film and to protect the film from radiant heat. Referring to 
figure 2, the experiment was performed inside the enclosure A which was completely 
immersed in the liquid helium contained in the flask D^, which, in its turn, was 
shielded by the liquid oxygen in D^. The only outlet from A was the small hole D, 

t Some early results obtamed by the present author (Atkms 1948) were mfluenced by such 
deposits and gave a film thickness of the order of cm. varymg mversely as the height of 
the film. 
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2 mm. in diameter, which admitted only a small amount of the room radiation 
coming down the tube B and also reduced the flow of the film out of A, thus 
minimizing any thermal disturbance resulting from evaporation of this film in 
B and downward convection of the hot gas back into A. A was a 4 cm. diameter glass 
tube with a copper to glass seal at each end. The lower seal enabled leads to enter the 
enclosure when necessary via the 'Nico-seal’ terminals L, and the upper seal enabled 
a soldered connexion to be made to the thin-waUed german silver tube B. The 
vessel used in the experiment was mounted on the carriage C and was moved up and 
down by means of the winch W and the fishing line J, being guided by the pillars 
R. A was surrounded by a polished shield of tin foil with two narrow vertical slots 
for viewing the apparatus. 

Before filling the cryostat with liquid hefium, A was evacuated with a diffusion 
pump and maintained at a pressure of about 10"^ mm. Hg for several days. The tap 
T was then closed, and the reading of the Pirani gauge P noted for a sufficient time 
to confirm that there was no leak in the system. The cryostat was then precooled to 
liquid oxygen temperatures and was filled with liquid helium to a level well 
above the needle valve V. V was then opened to fill A with hquid helium to a con¬ 
venient level and was immediately afterwards closed while still submerged in the 
bath hquid. It will be seen that thi^ procedure reduced to a minimum the possibfiity 
of unwanted gas entering A and solidifying on the surface intended to hold the fihn. 
The arrangement had the additional advantage that, since the experiment was 
performed inside a closed chamber containing a fixed amount of hehum, the outer 
level remained fixed during the flow measurements and did not, as is usually the case, 
faU slowly due to loss by evaporation. 

{b) The vessel 

Equation (10) suggests that oscillations of appreciable amplitude can be expected 
only when r is of the order of 0*3 mm., and so the beaker had to be a capillary of fairly 
small bore. It was in fact a soda-glass capillary of internal diameter 0-58 mm. and 
is labelled X in figure 3 . It communicated via the platinum tube T with the closed 
cyhndrical metal reservoir Z whose floor was of thin copper foil. The purpose of 
Z was to reduce thermal effects by increasing the total volume of hquid inside the 
vessel (see equation (12)) and by improving the thermal contact between the inside 
and the outside. The main contribution to the thermal resistance of the copper foil 
arose from the boundary effects discovered by Kapitza (1941) and, using his numerical 
values, a simple calculation shows that the temperature difference due to the flow 
could not have risen above 10”®°K, which is negligible. The wide down-going fimb 
M opening out into the bath through the constriction N was intended as an additional 
precaution against sohd deposits. Any foreign gas inadvertently entering A and 
setthng down as a cloud of solid droplets could not have entered X without fiust 
penetrating N and would then have found the large surface of M on which to settle. 
M also protected the film from convection currents of gas in A. The capillary X was 
calibrated along the whole of its length by means of a travelling microscope, mounted 
perpendicularly to the axis of X against the hght so that the bore of X had the 
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appearance of a broad dark band. It was found to be uniform to within the accuracy 
of the method, which was about ± ^ %. The horn-shaped transition region between 
X and M was also cahbrated in this way and an appropriate correction applied for it. 



Figube 3- The ve§sel. 



time (mm.) 

Fi&ubb 4. A typical oseiUation (ampKtude=:0-35 mm.; period = 47-2 sec.). 


The apparatus 
been filtered out 


(c) Experimental procedure 
was illuminated by sodium light from which heat 
by a 2 mm. thick slab of Chance ON 19 glass. The 


radiation had 
meniscus was 
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observed through a cathetometer with a scale in its eyepiece, the sensitivity of the 
arrangement being a quarter of a scale division or about 0*005 cm. The inner meniscus 
was allowed to come to rest, and its height above the outer level was compared 
with the expected surface-tension rise. The absence of any detectable thermo¬ 
mechanical effect demonstrated that the temperature difference between the inside 
and the outside could not have been greater than 10“^° K. The vessel was then raised 
or lowered and the scale reading of the inner level plotted against time as it approached 
its new equilibrium position and oscillated about it. A typical plot is shown in 
figure 4. Observation of the oscillations was made easier by the surface-tension 
rise, which ensured that the inner level was never obscured by the outer meniscus. 
Immediately after each oscillation cathetometer readings were taken for L-^ and 
ig and a fiducial mark on the outside of the capillary, so that the film height could be 
deduced. 


4. The experimental results 


{a) Variation with height 


In figure 5 the logarithm of the period is plotted against the logarithm of the film 
height, and the plot is compared with what would be expected from the two theories 
and from a film of constant thickness. It is clear that the thickness decreases slightly 
as the height increases, but not as rapidly as either of the theories predicts. Since the 
experimental points lie approximate^ on a straight line it is possible to fit to them 
the curve r = based on a film thickness of the form d = To obtain 

exact values of k and n two corrections must be apphed to equation (8). First, it is 
necessary to take account of the horn-shaped region where the capillary X opens out 
into the wider tube M and also of the semicircular bend at the top of M, Since this 
correction is small it can be adequately allowed for by a small constant addition to 
the film height. (It should be borne in mind that the important quantity is the 
kinetic energy of the film and, since the film moves very slowly in the wide tube, this 
part of the film is far less important than the film formed on the walls of the 
capillary X, so that the film height is approximately the height of the top of the 
capillary above the bath level.) Secondly, the film thickness is determined by the 
height above the bath level, whereas the effective length of the film is less than this 
by the surface tension rise. Therefore, the experiment gives directly the variation 
with height above the inner meniscus and this must be converted to variation with 
height above the outer level. After taking these considerations into account, the 
exponent n becomes 0*14 + 0*02, and the thickness at a height of 1cm. becomes 
1*67 + 0-05 X 10"® cm., that is 


1*67 X 10"® 

jyoi4 


(13) 


This refers to a temperature of 1*47° K and a range of heights from 0*5 to 5 cm., and, 
of course, is based on the assumption that the velocity is constant over the thickness 
of the film. 

Since the rate of flow measurements, which will be discussed in part II, were made 
at the same time as the oscillation measurements, the result given above is adequate 
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for our main purpose of studying the variation of the rate of flow with the film 
thickness. But we must also inquire whether the variation of thickness with height 
given in equation (IS) has any fundamental significance in connexion with the forces 
which form the film, or whether it is merely a consequence of the particular experi¬ 
mental conditions. In view of the precautions taken, it is most unlikely that the 
results were influenced by deposits of sohdified gases, and in fact the periods were 



Figure 5. The period as a function of the height of the film. 

curve d 

O experimental 

1 ^0 

2 (Sehiff-Frenkel theory) 

3 (Bijl, de Boer, Michels theory) 

Temperature = 1*47° K 

accurately reproduced to within the experimental error in four separate experiments. 
There is also some evidence that the film was not being influenced by incident 
radiation, for when a hot soldering iron was placed near the cryostat there was no 
measurable change m period, but there was a thermo-mechanical rise of the inner 
meniscus of 0*1 cm., which was at least five times as great as that due to the un¬ 
avoidable ‘natural’ heat influx. Inconsistencies arose, however, when a vessel of 
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slightly different design was used. The new capillary was lead glass instead of soda 
glass and its internal diameter was rather smaller. It will be seen from figure 6 that 
the slope of the graphs log r against log I for the two vessels was the same within the 
experimental error, so that the film had the same shape in the two cases. For the lead 
glass capillary, however, the thickness of the film at a height of 1 cm. was 2*2 x 10“^ cm., 
which is significantly larger than the value of 1-67 x 10”® cm. obtained for the soda 
glass capillary. This difference may be a genuine influence of the chemical nature of 
the surface, or it may be that the results were influenced by lack of smoothness of the 
glass surfaces. In the latter connexion it should be mentioned that the soda glass 
capillary had been cleaned with hot distilled water only, whereas the lead glass 
capillary had first been treated with hot chromic acid. It is clear that an exact 
comparison between theory and experiment cannot be made until the importance 
of such factors as these is more fully understood. 



Figtjke 6 . Comparison of two different vessels. +, vessel no. 1: internal 
diameter = 0*58 mm. O, vessel no 2 : internal diameter = 0 - 38 mm. 

With the second vessel a more thorough investigation of the smaller film heights 
was made and figure 6 reveals a significant departure from hnearity in this region It 
is therefore very likely that the thickness cannot be represented over the whole range 
of heights by the formula d = and that the apparent value of n is greater at 
smaller values of H. The value of 0T4 for n deduced above may therefore be a 
coincidence depending on the range of heights used. In table 1 the present results 
are compared with those obtained by the optical method of Burge & Jackson (1949). 


Vol. 203. A. 
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The value of % given is a mean for the stated range of heights. Since the range of 
heights used was different in the two cases, the two sets of observations are not 
necessarily inconsistent. The optical method presumably measures the total thick¬ 
ness of the film, whereas the oscillation method measures only the effective thickness 
of the moving part, and so the order of magnitude agreement between the two 
methods proves that a major part of the film is mobile, (see §2(c)). This disagrees 
with a suggestion due to Temperley (1949) that only a few of the outer layers take 
part in the motion. 

Table 1 



temperature 

range of 

h (cm.) 



r K) 

H (cm.) 

10 -®x 

n 

vessel no. 1 

1*47 

0*5 to 5 0 

1*67 

0*14 

vessel no. 2 

1-47 

0*3 to 1*0 

2-2 

-0-5 


1*47 

1*0 to 4*5 

2*2 

-0*1 

Burge & Jackson 

1*1 

0*15 to 1*5 

1*9 

0*28 


2*1 

0*15 to 1*5 


0*40 


(6) Variation with temperature 

In figure 7 the period of the oscillations has been plotted against temperature for 
a constant film height of 3*80 cm. To investigate the importance of the type of 
thermal effect discussed in §2(c?), two experiments were performed with the same 
capillary (vessel no. 1) but different metal chambers of volume 8*35 and 0*74cm.^ 
respectively. Equation (12), which assumes thermal isolation of the inside from the 
outside, predicts that the periods in the two cases should differ by a factor of 2*5 at 



Figure 7 . Variation of period with temperature. O , F = 8*36 cm.^ ; 
+ , F=0*74 cm.®. 
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the highest temperature. The excellent agreement between the two sets of points 
must mean that the thermal contact between the inside and outside was very good 
and that it is justifiable to ignore this type of thermal effect. 

The rapid increase in period above is probably caused by the factor pjp^ in 

equation (8), and is strongly in favour of the assumption that the composition of 
the film is similar to that of the bulk liquid, but that the hquid taking part in the 
superfluid motion is only a fraction of the whole. Substituting for pfp^ the values 
deduced by Peshkov (1946) from his second sound measurements, the curve obtained 
for the variation of film thickness with temperature has the form shown in figure 8. 
The extent of this variation is rather greater than that found by Burge & Jackson 
(1949). There are, however, two points in connexion with the oscillation results that 
need further investigation. Ficst, it will be necessary to carry out a rather lengthy 
investigation to see if the functional form of the dependence of thickness on height 
varies wdth temperature. The results of Burge & Jackson (1949) suggest that there 
is such a variation but, unfortunately, m a direction which intensifies the discrepancy 
between their results and figure 8. Secondly, it is important to confirm that Peshkov’s 
values of pjpg are relevant to flow through very narrow channels. This can readily 
be done by studying the oscillations in narrow subsurface channels whose width 
can be assumed independent of temperature, and experiments of this t3q)e are in hand. 



Figxjbb 8 , Variation of film thickness with temperature for vessel no. 1. 
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The system silver-magnesium-antimony, with reference 
to the theory of alloy formation 

By B. R. T. Frost and G. V. Raynor 

Department of Metallurgy, University of Birmingham 

{Communicated by W. Hume-Roihery, F.R.S —Received 31 March 1950) 


For comparison with the recently determined equilibrium diagrams of the silvor-magnesium- 
zinc and silver-magnesium-tm alloys, the system silver-magnesimn-antimony has been 
studied by metallographic and X-ray methods. The results are presented m the form of 
isothermal diagrams at 550 and 450° C At both temperatures the intermetallic compounds 
Mg 3 Sb 2 and AgMgSb enter into equilibrium with the primary silver-rich solid solution. At 
550° C the solid alloys are confined to a composition region lymg approximately between a line 
joining MggSbg to the antimony-rich side of the (^+ 7 ) region of the silver-antimony system, 
and a Ime j'oining MggSbg to the magnesium-rich side of the region of the silver-magnesium 
system, Withm this region the equihbria are similar to those at 450° 0. At 450° C the com¬ 
pound MggSbj enters into equilibrium with magnesium, antimony, MggAg, the phase of the 
silver-magnesium system, and the silver-rich ternary solid solution The compound AgMgSb 
enters mto equilibrium with MggSba, antimony, the y and ^ phases of the silver-antimony 
system, and the silver-rich solid solution. The isothermal diagram, therefore, contains eight 
three-phase triangles, and the equilibria are dominated by the two mtermetallic compounds. 

The form of the eqmhbrium diagram is discussed in comparison with previous work, and it 
is shown that the effect of a compoimd formed by the solute elements depends on its heat of 
formation, which can be taken as a rough measure of its free energy. Compounds between 
magnesium and zinc, which have low heats of formation, have little effect on the equilibrium 
relations m the silver-rich alloys. MggSn, of higher heat of formation, enters mto equilibrium 
with the p' phase of the silver-magnesmm-tm system, and affects the details of the equilibrium 
between the f electron compoimds and the extent of the primary sohd solubihty MggSbg, 
with a still higher heat of formation, prevents equihbrium between the f electron compounds, 
and itself enters mto equilibrium with the primary ternary solid solution. 

The form of the a boundary, at which both AgMgSb and Mg^Sb^ come into equilibrium with 
ot, IS consistent with the ideas of Hume-Bothery, accordmg to whom the isothermal boundary 
at which a compound BJJy separates m. the system ABO may be represented by the expression 

[B]® [<7F=constant, 

where [B] and [C] are, to a first approximation, the atomic percentages of the solute elements. 



133 


The system silver-magnesium-antimony 

1. iNTRODUCTIOlSr 

In previous discussion of the factors affecting the formation of ternary alloys it has 
been suggested (Raynor 1948 a, b) that the effect of stable compound formation 
between the two solute elements is of importance in determining the nature of the 
equilibria which occur. Consideration of hypothetical free-energy surfaces for 
ternary alloys ABC suggests that only compounds of the solute elements {B and C) 
which have high heats of formation compared with those of other phases in the 
system may be expected to enter into equilibrium with the solvent-rich alloys; this 
is in general agreement with experimental data. Even when the compound does not 
enter into equilibrium with the primary soM solution, however, its effects on the 
details of the equilibrium diagram are not negligible. Thus, it has been shown 
(Raynor & Frost 1949) that, in the silver-magnesium-tin system, the primary 
solid solubility isothermals attain a maximum electron:atom ratio, for a given 
temperature, at a composition such that the ratio of magnesium atoms to tin atoms 
is 2 :1. This is the ratio required to form MggSn. In the same system, the ^ phase of 
the silver-tin system can dissolve magnesium atoms up to a limit which again 
corresponds with the atomic ratio 2Mg: iSn. In the case of the silver-magnesium- 
zinc system, however, the compounds formed by magnesium and zinc have no 
influence upon the equilibrium relationships (Rajmor & Smith 1949). This may be 
understood in terms of the relatively low heats of formation of MgaZn^i, MgZn and 
MgZng, compared with that of Mg2Sn. 

It was of interest to examine the form of the equilibrium relationships in the 
system silver-magnesium-antimony, where the heat of formation of the compound 
formed by the solute elements is greater than that of MggSn, the present paper 
reports the results of this investigation. An important consideration in the choice 
of this system was that relative atomic size relationships do not differ significantly 
from those characteristic of the previously examined silver-magnesium-tin system. 
The only major difference is the inclusion in the system of the compound Mg3Sb2 in 
place of the compound MggSn, Any major differences in the equilibrium relationships 
for the two ternary systems may, therefore, be directly attributed to the electro¬ 
chemical differences between the two binary systems magnesium-tin and magnesium- 
antimony. 

2. The binary systems 
The system silver-magnesium 

The equilibrium diagram for the silver-magnesium alloys is shown in figure 1, and 
is satisfactorily established. The silver-rich portion, up to 40 at. % of magnesium, is 
taken from the work of Andrews & Hume-Rothery (1943), while the remainder is 
based upon the diagram given by Hansen (1936) and incorporates the work of 
several authors. The soHd solubihty of magnesium in silver rises from 26*6 at. % at 
SOO'^C to 29*3 at. % at the eutectic temperature of 759*3° C. The /?' phase, with 
a crystal structure of the caesium chloride type, has a wide range of homogeneity 
which narrows slightly as the temperature decreases. The phase denoted MggAg is 
an intermetallic compound of relatively narrow range of homogeneity; the boundaries 
shown in figure 1 are probable, but not fixed with certainty. The recent results of 
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Letner & Sidhu (1947) for the positions of the boundaries of the oc and /?' phases are 
inconsistent with figure 1, which has, however, been confirmed in the appropriate 
range of compositions by the present authors. 



The system silver-antimony 

The silver-antimony equilibrium diagram is given in figure 2. This is also based 
upon that given by Hansen (1936); the silver-rich region, from 0 to 25 at. % of 
antimony, is drawn according to the accurate results of Hume-Rothery & Reynolds 
(1937). The maximum solid solubility of antimony in silver is 7-2 at. % at 702 * 5 *^ C. 
At this temperature, a and liquid react to form the ^ phase, which is a f electron 
compound with a close-packed hexagonal structure, extending from 8*8 to 16*3 at. % 
of antimony at 558 * 5 ° C, where ^ and liquid react to form the y phase. The y phase is 
a J electron compound with a rhombic crystal structure. 

According to Weibke & Effinger (1940), whose results have been incorporated in 
figure 2, the y phase undergoes an order-disorder transformation at 440 to 449° C. 
Since this temperature range is below that at which the present experiments were 
carried out, the transformation is of little importance for the purposes of this paper. 

The y phase and antimony, in which silver is almost insoluble, crystallize from 
the liquid as a eutectic at 41 at. % of antimony and 486 ° C. 




temperature (“ C) temperature (° 0) 
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Figuee 2. The equilibrium diagram for the silver-antimony system. 



antimony (atomic %) 


Figuee 3. The equilibrium diagram for the magnesium-antimony system. 
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The system magnesium-antimony 

Figure 3 shows the equilibrium diagram of the magnesium-antimony alloys (Grube 
& Bornhak 1934). The form of the diagram is of little importance to the present work, 
except for the existence and nature of the intermetallic compound MggSbg. This 
compound is stable up to 1228 '^ C; owmg to the high electro-chemical factor in this 
system the reaction between magnesium and antimony is vigorous, and the heat 
of formation of Mg^Shg is high ( 15-3 kcal./g.atom). The compound undergoes a poly¬ 
morphic transformation between 894 '" and 930 ° C, the low temperature a form has 
a trigonal crystal structure and is anti-isomorphous with lanthanum oxide La203. 
MggSbg has, therefore, many of the characteristics of a salt-like compound, and 
has, according to Grube & Bornhak, a very narrow homogeneity range. 

3. The tebnary system 

Before the present experiments, the only reference to the ternary system in the 
literature was to work by Nowotny & Sibert (1941), who proved the existence of 
a ternary compound AgMgSb having a crystal structure anti-isomorphous with 
fluorspar, CaFg. The heat of formation of this compound is high, but is not accurately 
known; it will be noted that the number of electrons per atom is f, as for other 
compounds which take the fluorspar structure. 

The primary object of the research was to determine the nature of the equilibria 
in the silver-rich corner of the ternary model. Early experiments showed the 
presence, at high silver contents as well as high solute percentages, of an intermediate 
compound phase with properties quite different from those of the electron com¬ 
pounds, and the scope of the investigation was extended to include all the phases 
present. 

The experimental methods were closely similar to those previously described in 
connexion with the silver-magnesium-tin system (Raynor & Frost 1949). The 
materials used were: 

(i) Assay silver, 99*99 % pure, suppKed by Messrs Johnson, Matthey and Co. Ltd. 

(ii) Magnesium, 99*95 % pure, supplied by Messrs F. A. Hughes and Co. Ltd. 

(in) Antimony, 99 * 9 % pure, supplied by the Cookson Lead and Antimony 

Co. Ltd. 

Alloys were prepared, in 10 g. quantities, in graphite crucibles, and were well 
stirred under a suitable flux before casting into cold copper moulds. Annealing 
treatments were carried out in vacuo, using laboratory tube furnaces controlled at 
the desired temperature by Foster temperature regulators. All annealing experiments 
were terminated by quenching the specimens into iced water; temperatures were 
measured by platinum/platinum-rhodium thermocouples used in conjunction with 
a potentiometer. Specimens were prepared for micro-examination by exposing a new 
surface, and pohshing in the usual manner. Micrographic characteristics are referred 
to below. 

Confirmation of the results of the metaUographic work was obtained by X-ray 
powder photography of selected alloys, using copper radiation from a Metro- 
politan-Viokers demountable X-ray unit. 
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All critical alloys were analyzed, using as the anal}d:ical samples the actual 
specimens which had been examined microscopically. Several alloys were analyzed 
for all three components, and the totals of the percentages determined exceeded 
99*9 %. It was, therefore, considered justifiable to determine only two components 
in the majority of cases. Of the eighty-six alloys examined only fifteen were not 
submitted for analysis, since their compositions were not critical for the construction 
of the isothermal diagrams. 

In the description of experimental results, it is necessary to refer to specific alloys, 
which are designated in terms of their compositions. Thus 'alloy 18 * 30 / 1 * 61 ’ refers 
to a specimen containing 18*30 at. % of magnesium and 1*61 at. % of antimony. 

4. Expebimextal results 

The following phases were observed in the metallographic examination: 

(i) Silver-rich solid solution, a. 

(ii) The /?' phase of the silver-magnesium system. 

(iii) The MggAg phase of the silver-magnesium system. 

(iv) The ^ phase of the silver-antimony system. 

(v) The y phase of the silver-antimony system (AggSb). 

(vi) AgMgSb. 

(vii) Mg3Sb2. 

The most generally useful etching reagent was a solution, in 100 ml. distilled water, 
of 20 g. of chromium oxide (CrOg) and 1*5 g. of anhydrous sodium sulphate. Reaction 
with the ^ phase, where it existed alone, was slow, and the addition of a few drops of 
strong nitric acid to the etching bath improved the microstructure. Specimens were 
etched by immersion, and under these conditions a was revealed as yellow twinned 
crystals, as brown crystals frequently showing strain markings, and ^ as a white 
phase, which appeared pale blue in the presence of a or /?'. 

For alloys richer in antimony and magnesium, a 5 % aqueous solution of potassium 
dichromate was used. This reagent gave a particularly clear etch of the phase AggSb, 
which was coloured brown and was, therefore, easily distinguishable from the white 
^ phase. In the unetched condition, distinction between these phases was difficult. 
The dichromate reagent was also useful in distinguishing between the three phases 
a, /?' and MggSbg. 

In general, MggSbg, AgMgSb and MggAg were highly reactive towards etching 
reagents, and tended to dissolve out. Alloys containing these phases were, therefore, 
examined before etching. It was, initially, difficult to distinguish between MggSbg and 
AgMgSb, although, when both were present in the same microstructure, the latter 
always appeared the lighter in colour. A 2 % alcoholic solution of picric acid, how¬ 
ever, was found to distinguish satisfactorily between the two compounds; the X-ray 
method was invariably used for confirmation of these results. 

The results obtained in the experimental work may be conveniently discussed in 
terms of the isothermal diagrams established. Alloys were examined after annealing 
at 450 ° C, and after subsequent annealing treatment at 550 ° C. Tests were made, by 
re-annealing critical alloys, to ensure that sufficient time had been allowed for the 
establishment of equilibrium. 
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(i) The 550 ° C isothermal 

The results obtainecl on annealing specimens for 1 week at 550 ° C after slow heating 
from 200 to 600 ° C, at which temperature they were held for 1 day, are summarized 
in the isothermal diagram shown in figure 4 . Both MggSbg and AgMgSb enter into 
equilibrium with the primary solid solution; in addition AgMgSb comes into 
equilibrium with the ^ phase and MggSbg with the /?' phase. The region containing the 



Figtjee 4. The system silver-magnesium-antimony. 550° C isothermal. 
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solid alloys is bounded by the magnesium-rich boundary of the 4- Mg^Sbg) phase- 
field, by the antimony-rich boundary of the y + AgMgSb) field, and the antimony- 
rich boundary of the (AgMgSbMggSbg) region. Outside these Kmits, the alloys 
contain the liquid phase. 

The limit of primary solid solubility is defined to a good degree of accuracy by the 
alloys plotted. On the silver-magnesium axis, the limit occurs at 27 at. % at 550° C, 
The boundary meets the corner of the (pc+ji' H-Mg^Shg) field at an antimony content 
of lat. %. This antimony content remains almost constant while the magnesium 
content falls to 20 at. %. AUoy 18*30/1*61 contained only a small amount of MggSbg, 
andlies just within the two-phase field. Alloys 11*35/3*45 and 9*90/4*11 also contained 
small quantities of Mg 3 Sb 2 , the latter contained AgMgSb also. Alloys 6*95/4*91 and 
6*94/5*41 contained small amounts of AgMgSb. The cc/(cc +AgMgSb) boundary is 
fixed at both ends by the corners of carefully established three-phase triangles; the 
single-phase alloy 7*00/4*00 limits the penetration of the boundary into the homo¬ 
geneous a region. The amount of AgMgSb in alloy 6*95/4*9, however, suggests that 
the a/(a-}-AgMgSb) boundary is convex towards the silver-rich corner of the 
diagram. The maximum primary solid solubility occurs at the corner of the 
(oc4 -^-{-AgMgSb) triangle, from this point, the a/(oc-\-Q boundary is drawn as 
a straight line to the limit of solid solubility of antimony in silver, being approxi¬ 
mately bracketed by the alloys 3*26/5*90 and 2*53/7*38. It wall be appreciated that 
the (a4-C+AgMgSb)/(a 4-AgMgSb) boundary is accurately located by alloys 
20*07/19*50 and 32*35/32*73. The intersection of this boundary with the a/(a4-0 
boundary defines the corner of the (a + AgMgSb) triangle. Thus, any deviation 
of the a/(a 4- 0 boundary to the antimony-rich side of the position shown in figure 4 
would result in the corner of the three-phase triangle lying at a composition incon¬ 
sistent wdth the amount of AgMgSb in aUoy 6*95/4*91. The amounts of the a and 
^ phases present in alloy 2*53/7*38 were consistent with the phase boundaries drawn 
in figure 4, which are supported by the evidence of the other boundaries. The alloy 
3*00/9*00 directs the (cc + QJ^ boundary, while the ^/(^4-AgMgSb) boundary is 
bracketed by alloys 3*25/12*05 and 2*00/14*00; the position of the latter boundary 
as drawn is supported by the amounts of AgMgSb in alloys 5*91/8*49, 6*41/9*12, 
5*88/9*43, 3*00/14*00 and 3*14/15*73. The ternary ^ field is limited by the (^ 4 - 7 )uUoy 
1*00/16*00, and the (C4-y) field, as indicated by the amounts of (AgMgSb) in alloys 
3*80/16*00 and 2*98/18*78, is narrow. The remaining phase fields are adequately 
fixed by the alloys plotted; it will be noted that the three alloys placed in the narrow 
(a 4-^4-AgMgSb) triangle taken together wdth the two-phase alloys in adjacent 
fields, determine its shape and direction accurately. 

The recognition of both AgMgSb and Mg 3 Sb 2 in the (a4“AgMgSb4'Mg3Sb2) 
triangle was at first difficult, but with careful polishing and etching, satisfactory 
identifications were possible, and were confirmed by subsequent X-ray diffraction 
patterns. The presence of this field affords the clearest indication of the nature of the 
equilibria in the system, and it is adequately located by the alloys examined. The 
limits of the (a-j-Mg^Sbg) and (a 4 -/?' 4 -Mg 3 Sb 2 ) fields are also well defined, and the 
evidence obtained from all the alloys examined admits of no other interpretation 
than that given in figure 4. 
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The (a+y?') and /?' fields are very narrow, and must correspond with antimony 

contents below 1 at. %. 

At 560° C, therefore, the compound MggSba enters into equilibrium with the 
a, y?' and AgMgSb phases, while the ternary compound, in addition, comes into 
equilibrium with the £% and ^ phases. This necessitates the presence of four thiee-phase 
triangles in the isothermal for the solid alloys: 

y _{. AgMgSb), (a -h ^+AgMgSb), (a -h AgMgSb + MggSbg), (a: + /?' -f MggSbg) 
all of which have been recognized micrographically and by X-rays. 

(ii) The 450° C isothermal 

Specimens were annealed for 2 weeks at 450° C after slow heating from 200 C; 
the results of the experiments are summarized in figure 5. This temperature is below 
that at which the liquid phase occurs, so that more phases are present than at 550° C. 
Otherwise, the positions of the phase boundaries differ httle from those at the higher 
temperature. Since only the general form of the equilibria in the solute-rich com¬ 
position ranges was required for theoretical purposes, the additional phase boundaries 
were not determined accurately, and are represented by broken lines in figure 5. Care 
was taken, however, to coniirm the micrographio identification of the constituents 
present in alloys lying in the new fields by X-ray examination. 



magnesium (atomic per cent) 

Figtoe 5. The system silver-magnesium-antimony: 450° C isothermal. 


Figure 5 shows that four additional phase-fields occur. The (y-f AgMgSb) field 
contains three alloys which were satisfactorily characterized both metaUographically 
and by X-rays, and the boundaries are placed in their most probable positions in 
figure 5. The (y?' q-MggSbg+MggAg) field is also adequately identified. The presence 




141 


The system silver-magnesium-antimony 

of this field implies equilibrium between Mg 3 Sb 2 and MggAg, so that the equilibrium 
relationships m the magnesium-rich corner of the ternary diagram may readily be 
inferred. 

It is of interest to note that the structures of alloys 15*00/50*00 and 35*00/50*00, 
respectively (y -l- AgMgSb + Sb) and (MggSbg 4 - AgMgSb -f Sb), allow the form of the 
diagram in the antimony-rich region to be drawn. The micro-structures of these 
alloys also give indirect evidence with regard to the position in the diagram of the 
AgMgSb phase. According to Nowotny & Sibert ( 1941 ), this phase lies slightly to the 
antimony-rich side of a straight line joining the MggSbg and 7 phases. If it were to 
contain less antimony, there would be a strong probability that Mg 3 Sb 2 would enter 
into equilibrium with the y phase, as it does with the other binary phases. The fact 
that this equilibrium does not occur is in favour of the position of the AgMgSb phase 
plotted in figure 5, further support is given by the microstructures of the four alloys 
with compositions in the neighbourhood of the compound. 

As at 550° C, the compound MggSbg dominates the equilibria to a great extent, 
and enters into equilibrium with a, /?', MggAg, Mg and Sb. The phase and the 
^ phase enter respectively into equilibrium with a and MggAg, and with cc and y. 
These equilibria involve eight three-phase triangles, as shown in figure 5. 

5. X-RAY EXAMIXATIOX 

In order to assist in the correct identification of phases seen under the microscope, 
diffraction patterns were obtained from a number of alloys. For this purpose, 
annealed alloys were filed; the unsieved filings were re-annealed at the temperature 
from which the lump was quenched, and rapidly cooled. Standard photographs of 
the diffraction patterns of all the binary phases were obtained for comparison with 
those from ternary alloys, while the diffraction patterns from the alloys lying close 
to AgMgSb served to characterize this phase, for which a fluorspar structure was 
confirmed. 

The X-ray examination of alloys lying well within the {oc -}- MggSbg) field confirmed 
the existence of this equilibrium at an early stage in the work, and subsequent 
experiments entirely supported the general interpretation of the micrographical 
results. 

6 . Drsoussioisr 

The results of the micrographic and X-ray examination of the silver-magnesium- 
antimony system show that the equilibria are dominated by the stable compound 
MggSbg, which enters into equilibrium with the primary silver-rich solid solution. 
The ternary compound AgMgSb also comes into equilibrium with the solid solution, 
and there must be a discontinuity at the corner of the (a-f AgMgSb-hMggSba) 
triangle such that the boundaries a/(a-l-AgMgSb) and ^/(a-i-MggSba), if produced, 
lie in the two-phase regions and not in the homogeneous area. This fact has been 
utilized in drawing figures 4 and 5, and it is of interest to examine the resulting 
oc boundary, the experimental evidence for which is presented in § 4. Figure 6 shows, 
on an enlarged scale, the most probable position for the a botmdary at 550° 0 up to 
25 at. % of magnesium; the lines have been drawn with due regard to the amounts of 
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the mioroconstituents present in the two-phase and three-phase alloys, and it is esti¬ 
mated that the boundary can hardly differ from that shown by more than ± 0-15 at. % 
of antimony at a given percentage of magnesium. In figure 7 the boundary has 
been plotted as logPMg] against log[Sb] where [Mg] and [Sb] are the atomic 



Figure 6 . Th© a boundary of the system silver-magnesium-antimony at 550° C. 



Figure 7, The oc boundary at 550° C plotted as log [Mg] against log [Sb]. 
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percentages of the two solutes; on the same diagram, a line of constant electron: 
atom ratio of 1’28 has also been drawn. Starting from the a/(a-+- boundary of the 
silver-antimony system, the boundary, over the portion where equilibrium between 
a and an electron compound is concerned, is consistent with the maintenance of an 
almost constant electron: atom ratio. At the corner of the (a-f AgMgSb) triangle 
there is a change in direction and the experimental points for the a/(a +AgMgSb) 
boundary are consistent with a slope of ~ 1 . Over the ocj{a -f MggSbg) boundary, this 
slope is not maintained; instead, the experimental points lie close to a straight line 
of slope — I. The relatively sharp change of slope from — 1 to — | is due to the 
discontinuity at the corner of the (a -{- AgMg -f MggSbg) triangle; if this discontinuity 
were absent, and the two branches of the solubility isothermal joined up smoothly, the 
logarithmic plot between 8 % and 12 % of magnesium would follow the broken curve 
fq. The main conclusion that the a/(a-t-AgMgSb) and ^/((x + MggSba) boundaries 
are consistent with straight line relationships remains unaffected for the greater part 
of the two boundaries. It is to be noted that where the primary solid solution is in 
equilibrium with MggSbg, there is no tendency to maintain a constant electron: atom 
ratio. Where equilibrium with a compound is involved, therefore, there is a clear 
tendency for the solubility curve to conform to the general relationship 

= ( 1 ) 

where the compound precipitating has the formula BJJy This is in conformity with 
the conclusions of Hume-Rothery ( 1936 ), who studied the primary solubility curve 
at which MggSi separates in the system aluminium-magnesium-silicon, and found 
that the relationsliip [Mg]^ [Si] K ( 2 ) 

was obeyed. Similar effects were observed in the system silver-magnesium-tin along 
the /?'/(/?'i-MgaSn) boundary, for which log [Mg] plotted against log[Sn] gave 
a straight line of slope — I-. 

In the silver-magnesium-tin system, it was found that the maximum electron: atom 
ratio of the a boundary, and the whole of the boundary, occurred at the 

atomic ratio of 2 Mg: iSn, this being the atomic ratio required for the formation of 
MgaSn. In the present case, the primary solid solution remains in equilibrium with 
the ^ electron compound, and the electron:atom ratio rises slowly from 1*25 to a 
maximum of 1-28, until the atomic ratio of iMg: iSb is reached. At this stage, it 
enters into equilibrium with AgMgSb, and the electron:atom ratio begins to faU, 
so that in this system also the presence of compounds exerts an influence on the 
details of the equilibria. The whole of the (a+AgMgSb -f AgMgSb) boundary 

closely follows the IMg* iSb ratio. 

Along the a/(a-f AgMgSb) boundary, the ratio of magnesium to antimony atoms 
increases, and considerably exceeds the ratio 3Mg:2Sb before equilibrium with 
MggSbg occurs. This is, however, not unexpected, since if the logarithmic relationships 
are obeyed by the two boundaries, the point of the (a-f AgMgSb H-MggSbg) three- 
phase triangle occurs, to a first approximation, at such a composition that the 
following equations are simultaneously satisfied: 

log[Mg]+log[Sb]=logZi, (3) 

3 log [Mg] + 2 log [Sb] = log ATg. (4) 
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The solution depends upon the relative values of and Zg* taking as 

fixed points the corner of the (a + ^+AgMgSb) triangle and the point on the 
(a + MggSbg) boundary at 20/1*1, it may be calculated that the corner of the 
(a+AgMgSb ^nggShg) triangle should lie close to the composition 9*7/3*3, which is 
consistent with the experimental results summarized in figure 6. 

The ^ phase of the silver-tin system will dissolve magnesium until an atomic 
ratio of 2Mg:lSn is reached, at which stage it enters into equilibrium with the 
/?' phase of the silver-magnesium system. In the present case, simple equilibrium 
between the | electron compounds is prevented by the presence of the stable com¬ 
pounds. The type of equilibrium diagram is changed completely from that of the 
silver-magnesium-tin alloys, and the /?' phase dissolves less than 1 at % of antimony. 
The maximum solubility of magnesium in the hexagonal ^ phase is 5*5 at, %. 



Figure S. The system silver-magnesiiun-zinc. 

It is of interest to compare the isothermal diagrams, at a temperature of 460° 0, 
for the three systems recently studied in this laboratory. Figure 8 shows the silver- 
magnesium-zinc system, in which the magnesium-zinc compounds do not enter into 
equilibrium with the | electron compounds. The maximum heat of formation in the 
magnesium-zinc system is 4*2kcaL/g. atom for MgZug (Weibke & Kubaschewski 
1943). In the magnesium-tin system, the compound MggSn has a heat of formation 
of 6*1 kcal/g.atom (Kubaschewski & Walter 1939), and in the corresponding ternary 
system, this phase enters into equilibrium with the | electron compound /?' (figure 9). 
MggSbg has the much higher heat of formation of 15*3kcal./g.atom (Kubaschewski 
& Walter 1939), and as shown in figure 10, prevents equilibrium between the 
I electron compounds and itself enters into equilibrium with the primary solid 
solution. Although, therefore, the systems silver-magnesium-tin and silver-mag¬ 
nesium-antimony are very similar with regard to alloying factors such as the size 
factor, the difference between the electrochemical factors in the systems magnesium- 
tin and magnesium-antimony leads to a complete change of type. This comparison 
forms a striking example of the part played by stable compound formation in ternary 
aUoy systems. 
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It has already been shown (Raynor 19486; Rajmor & Frost 1949) that the mfiuence 
of compound formation can be interpreted in terms of the relative heats of formation 
of the phases which occur in a ternary system, the heat of formation being taken as 
an approximate measure of the free energy. It is not possible to apply this conception 
quantitatively in the present case, since only heats of mixing are known for the 
silver-magnesium and silver-antimony systems. It is possible, however, to interpret 
the difference between the equilibrium diagrams of figures 9 and 10. The equilibria 
of figure 9 indicate that the free-energy surfaces for the silver-magnesium-tin system, 




MggSb^ 

Mg3Ag+Mg3Sb2 

Sb+Mg3Sb2 


^ .. 7 80 

^+a+AgMgSb (X+AgMgSb /3 M^sAg 

magnesium (atomic per cent) 

Figure 10. The system silver-magnesium-antimony. 


and the tangent planes which determine the three-phase equilibria, must be disposed 
somewhat as shown diagrammaticaUy in figure 11, where, for clarity, free energy has 
been drawn increasing in the downward direction. If now the free energy of the 
compound between the solutes is markedly decreased, so that the corresponding 
free energy peak in the model is enhanced, a similar form of equilibrium to that in 
figure 11 would give rise to the free energy model shown in figure 12. This, however, 
is inadmissible, as a re-entrant region is introduced, so that in certain composition 
regions a lower free energy can be obtained by an alternative arrangement of the 
tangent planes, as in figure 13 , which necessitates equilibrium between the compound 
formed by the solutes and the solvent-rich solid solution. 
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It is clear, therefore, that only in the absence of stable compounds, of high heat of 
formation, between the solute elements can simple equilibria be estabhshed between 
the f electron compounds of the silver alloys. If the compound involved has an 
insufficiently high heat of formation to enter into equilibrium with the primary solid 



Figure 11. Probable form of the free-energy surfaces for the equilibria 

of figure 9. 



A B 

Figure 12. Inadmissible distribution of tangent planes in the presence of 
a very stable compound. 

solution, it may still influence the details of the equilibrium diagram, as in the silver- 
magnesium-tin system. Compounds of low heat of formation have very little effect 
on the silver-rich alloys, and allow the size and electronic factors to operate without 
interference. 

This research was carried out in the Metallurgy Department of the University of 
Birmingham, under the general direction of Professor D. Hanson, to whom the 
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Fioure 13. Permissible distribution of tangent planes in the presence of 
a very stable compound. 
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The fine structure of atmospheric turbulence in relation to 
the propagation of sound over the ground 

By E. G. Riohaedsoh, King^s College, Newcastle upon Tyne 

[Communicated by 0 . 0 . Sutton, F,R,S,—Received 3 January 1950 — 
Revised 19 April 1950 ) 

[Plates 2 and 3] 


With the aid of hot-wire instruments, measurements have been made of the fluctuations of 
the wmd m the lowest 50 ft. of the atmosphere and, m particular, of the mean eddy diameter 
and of the ratio of vertical and cross-wind components in such fluctuations. It appears that 
the turbulent elements neai the ground are smaller m size and more nearly isotropic m 
character than those higher up. Some correlation between the temperature and velocity 
fluctuations near the ground has been observed 

Simultaneous measurements of the fluctuations m sound intensity at a distance from 
a steady source and of the mtervemng gustmess have been made m order to discuss the 
relation between sound scattermg and backgroimd noise, on the one hand, and the intensity 
and scale of the prevailing turbulence on the other. The effect of the latter on the phase 
relationships between the signals picked up at two pomts is also demonstrated. 


A considerable amount of experimental research, in recent years has been devoted 
to the fluctuations of the atmosphere, apparent in local changes of pressure, or of the 
velocity and direction of the wind. As a meteorological view embraces the atmo¬ 
sphere as a whole, such studies are of a macrocosmic nature, both in respect of space 
and time. There is, however, a growing tendency to think in terms of a smaller scale 
and to measure over a restricted region and for a short period of time. Data of this 
type, though not yet numerous, have been collated in terms of the eddy viscosity 
and transport theories of L. E. Richardson and G. I. Taylor. Sutton (1934) has had 
notable success in applying such ideas to atmospheric diffusion on a moderate scale. 
While such data, taken with simultaneous measurements of the attenuation of sound, 
are of use in explaining the average loss which open-air sound suffers in a period of 
minutes, the scale is still too coarse to explain the violent fluctuations in sound level 
which may be picked up at a moderate distance from a source of constant output 
under usual atmospheric conditions. The inertia of the instruments used heretofore 
in the atmosphere is such that much of those fluctuations in the conditions which are 
so important for the propagation of sound pass unnoticed. There seems to be httle 
information about what one might call the fine structure of atmospheric turbulence 
in its relation to the more generally recorded mean meteorological data. 

It was the main object of this work to make suitable records of these meteorological 
fluctuations, covering a range of conditions, and to correlate such records with 
simultaneous records of sound propagation in the locality. It was also hoped to be 
able to use sound recording as an alternative and perhaps less tedious means of 
deducing local eddy viscosities and diffusivities than those hitherto used. 

The work began in 1940 and had soon to be abandoned. It was resumed in 1945 and 
has continued since. 
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Part I. Measurement of wind fluctuations 

Fluctuations in the meteorological elements may be considered under the two 
aspects: ( 1 ) the fluctuations at one place may be studied in relation to the conditions 
prevafling in the vicinity; ( 2 ) the fluctuations at two nearby places may be compared 
for the purpose of deflneating a correlation coefficient between them or a ‘^mean 
eddy diameter’. For 'gustiness’ on a rather larger space and time scale than that 
envisaged in this research, data have usually been derived from continuous records 
of a Dines anemometer. Discussions of these have been given by Scrase (1930)7 Best 
(1935) and Carruthers (1943). 

+ 360 



Figure 1. Turbulence meter, amplifier and counter circuits. 

Two sites were chosen for the research now to be described. Neither of them could 
be described as ideal in the meteorological sense, but as time passes it seems less and 
less likely that the meteorologist’s ideal will ever be attained, so that one must not 
do more than claim that a series of observations, collected over a long period of time, 
is typical of the site chosen. The first site, at which most records were obtained— 
over a period of four years—^was Durham Observatory, which lies on an eminence 
and afforded the roof of the dome (50 ft. high) and several grassy fields round about. 
The second was a spot on the desert plain adjoining Cairo, from which a travelling 
laboratory brought records covering three summers. 

At Durham, three thin constantan-copper thermocouples were mounted in 
horizontal tubes 3 in. diameter and 1 ft. long, to protect them from the sun and rain, 
at heights of 0 * 5 , 4 and 48 ft. respectively, the low ones being occasionally fanned in 
hot weather before taking readings. At Cairo, Assmaim psychrometers at heights of 
10 and 60 cm. were setup and the difference between the aspirated dry-bulb readings 
taken. 

The following pieces of apparatus were used for delineating the local dynamic state 
of the atmosphere: (1) a' turbulence meter ’ by which the local intensity of turbulence 
was measured, amplified, compensated for frequency and rectified (figure 1). When 
the rectified potential on the 6/4F. condenser reaches 400 V, it discharges through 
a thyxatron and moves a counter one digit. The output of the meter is then pro¬ 
portional to the r.m.s. value of the instantaneous deviation from the mean wind U 
in that direction, u,v,w being the three component fluctuations in the x^y^z directions; 
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(2) an apparatus for estimating the down-wind correlation of u fluctuations or 
'mean eddy diameter’; ( 3 ) apparatus employing hot-wdres or smoke diflfusion to 
compare the cross-wind and vertical fluctuations v and w near the ground* 

The wires used were of platinum 0*001 in. diameter by |in. long, heated by 
0*2 A or 0*0005 by | in. long heated by 0*05 A. Owing to the scale of the phenomenon, 
shorter and finer wires are unnecessary and liable to fracture out-of-doors. For 
measurements near the ground the fork was attached to a demountable aerial; 
another was fixed just below the wind vane of the Observatory at a height of 53 ft. 
above the ground. 

Using the meter, the number recorded on the counter in 1 min. could be used as 
a measure of the intensity of turbulence m the light of a calibration made in the 
laboratory, performed by oscillating a similar wire on a vibrator whose frequency 
and amplitude could be varied. Tests made over periods somewhat longer and shorter 
than 1 min. showed that conditions were fairly established in that period, but in 
large lapse rates and light winds, conditions might change so quickly that it w^as 
more difficult to establish a characteristic ujU. This is shown by the spread of pomts 
at the large lapse end of figure 3 . 

Measurement of mean eddy diameter 

Some indication of the scale of turbulence was obtained by Godicke (1935) and 
Findeisen (1936) using identical apparatus. This consisted of two platinum hot-wires 
mounted down-wind or across-wind at distances apart varying from less than 1 cm. 
up to 60 cm. After amplifying the potentials across the two wires these were fed into 
a Wheatstone bridge, so that the galvanometer in the bridge gave a measure of the 
mean of the instantaneous difference of velocity Uj — at the two stations. 

In this present work it was considered preferable to compare the fluctuation of 
velocity at two points as to magnitude and phase, either by exhibiting the fluctuations 
in the velocity at A and jB on a cathode-ray oscillograph, as Prandtl & Reichardt 
(1933) did for flow in wind tunnels, or by calculating the coefficient of correlation i?, 
which is equal to from an apparatus such as that described below. 

It is also possible to gain information with regard to mean eddy size by analyzing 
the wave form of the fluctuations of a single hot-wire in respect of relative amplitudes 
of frequency components; these can then be assigned to the corresponding eddy 
lengths since the mean speed is known. This operation is not easy to perform in every 
case. One could distinguish three types of records: 

(а) almost periodic or harmonic variations persisting unchanged for periods of less 
than 1 min., probably indicating the presence of Benard or cellular vortices (figure 9 , 
plate 2); 

(б) bursts of unsteadiness rapidly relaxing to rise again, the time of relaxation 
being quasi-periodic (figure 10, plate 2). Both (a) and (6) occurred in 'thermals’; 

(c) very gusty incoherence in which all sizes of eddies, decreasmg in amplitude 
down to a low Hmit of size, were prominent (figure 13 , plate 2). These were character¬ 
istic of windy weather at zero or normal lapse rate. 

Figure 2 shows the variation of u' with U over aU lapse rates. In spite of considerable 
scatter of points, there seems to be a linear relationship among the Durham results 
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which mostly refer to small lapse rates. When gustiness is plotted against lapse rate 
figure 3 results. 

Prandtl & Reichardt (1933) and others since have used an electrodynamometer to 
measure i? in the flow in wind tunnels. For the present work, where the apparatus 
needed at times to be used completely out-of-doors, rectifier bridges were found more 



U (m./sec.) 

Figtjbe 2. Overall gustiness: x, Durham; O, Cairo. 



lapse rate (° G/m.) 

Figure 3. Gustiness and lapse rate: x , Durham; 0> Cairo. 

suitable. In this circuit (figure 4 ) two copper oxide rectifiers are arranged with four 
wire resistances to form a bridge. The incoming alternating potential from the 
hot-wire % is applied on one diagonal, and the output from the other diagonal goes 
to a voltmeter or to the amplifier and counter circuit. The second hot-wire is connected 
in the second bridge. To get a measure of the product the two bridges are 

connected in tandem as shown, with the meter across the combination. 

This product meter was calibrated by applying to it, in place of and the two 
output potentials from a Magslip to which a three-phase alternating potential of 
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constant amplitude about IV was applied. The power factor between the two 
outputs of the Magslip could be varied through known values by turning the rotor 
through a measured angle (j). It was thus found that, over a range of power factor 
between + 1 and + 0*2, a linear relationship existed between the log of the product 



Figure 4. Logarithmic multiplier circuit. 


i.e. cos <j)^ and the reading of a voltmeter connected as shown in figure 4 . The 
apparatus is in fact a means of measuring the time integral of a product in decibels, 
and is so used in electronic computing machines. When, as in this case, the two wave 
forms to be multiplied are varying, the meter must have a natural period long 
compared to that of the waves in order to average the product: 

cos^ 1 0-80 0*70 0-60 0-48 0-39 0-25 0-15 0-1 

output of bridge 36 34 32 29 25 20 12 10 7 

In applying this meter, the product was measured on the tandem bridge and 
this result compared with the two separate outputs or with the measure of 
obtained simultaneously on another bridge using an accessory hot-wire. In the light 
of the above calibration R was thus derived as a power factor. 



X (cm.) 

Figure 5. Correlation of velocity fluctuation with distance. Heights: x, 1500 cm.; 
O, 50 cm.; +, 10 cm. (not simultaneous records). 
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With this apparatus the variation of E with distance between stations at 
a horizontal level, both above the roof of the Observatory and nearer the grass plot, 
was traced at various wind speeds. Figure 6 shows specimen plots. From these it was 
possible to estimate the scale of turbulence defined as the length over which R falls 
nearly to zero. This length I may also be regarded as a measure of 'mean eddy size’. 
If the mean wind speed and the intensity of turbulence are also kno^vn, it is possible 

to calculate the eddy viscosity K from the formula K = u'\ Rdx, 

J 0 

Further, Taylor (1922) has shown that in isotropic turbulence the mean rate of 
energy dissipation W is proportional to thus: 


height 

(m.) 

U 

u' 

Table 1 

1 

K 

W 

lapse 

rate/m. 

1500 

250 

25 

150 

3800 

0-028 

nil 

50 

150 

15 

60 

900 

0-06 

-0-3 

10 

50 

7 

15 

100 

0-25 

1 


(Here the units of W are arbitrary, the remainder in c.g.s. units.) 


The figures in the first row are a little surprising, considering the height above the 
ground, but were confirmed by the behaviour of the Dines anemometer at the time. 
This lies 2m. above the hot-wire stations, though its 'effective height’ by Air 
Ministry rating is considerably lower. The wires on this occasion were 3 m. above the 
Observatory roof and 3 m. back from its 'leading edge’. Owing to this 'site factor’, 
the eddy lengths on the roof should not be compared with those over the grassy field. 

Values of eddy viscosity can also be derived from measurements by Sheppard (1947) 
of the tractive force on a plate set in the ground, using the formula r = EpdUjdy. 
For example, at a time when the mean wind was 400 cm./sec., the lapse rate 1° C in 
600 cm. and dUjdy unity, Sheppard found r to be 0 - 2 dyne/cm .2 leading to a value 
for K of 200 cm./sec.^. 

There was a characteristic difference between the mean eddy size near the ground 
than that at a height. On the roof of the Observatory eddies were usually longer than 
3 ft., and even at a few feet above the ground, clear of obstacles, eddies were about 
1 ft. in diameter, whereas closer to the ground than 1 ft., especially in the last 2 in., 
small eddies became much more common. Since, on the commonly accepted theory 
of the development of turbulence (Kolmogoroff 1941), large eddies transform into 
smaller ones, it appears that the eddies in the lower atmosphere have not the ground 
as origin. Only the smallest ones close to the ground evidently arise from surface 
friction. 

Measurement of fluctuation components 

It will appear in part II that in order to explain acoustic phase relationships over 
an area, knowledge of the vertical and horizontal components of turbulence is 
desirable. Two methods have been employed to measure vjw. 

If the two components are to be measured by means of hot-wires, three wires 
meeting at an apex pointing upstream may be used, two meeting at about 15 *^ in 
a Imrizontal plane to form an apex pointing up-wind and a similar pair in a vertical 
plane. Simmons & Bailey (1927) used such a pair ha the two arms of a Wheatstone 
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bridge and showed that the bridge galvanometer registered direction, that h, vjU 
or wjU respectively. The relationship to galvanometer deflexion is not linear (of. 
Simmons & Bailey 1927), but, as it is of the same general shape as the variation of 
potential across a single wire with mean wind, it can readily be linearized in the 
same type of valve amplifier. This was done in the present experiments, the two 
outputs being compared instant by instant on a double-beam oscillograph or in the 
X, Y display over an interval of time, as aforesaid. 

The smoke apparatus is based on an instrument conceived by Frenkiel (1947). 
Smoke formed by bubbhng dry air through titanium tetrachloride issues from a glass 
nozzle pointing down-wind into the atmosphere, where it forms smoke by hydrolysis 
to diffuse into the air. Two cameras, one vertically above pointing downwards and 
the other viewing horizontally to one side of the jet, allow the two aspects of the jet 
to be photographed over a period of, say, 15 sec., and the rates of spread are compared 
by photoelectric analysis of the two plates. It was found that inconsistent results 
were obtained with this apparatus, unless it was employed under isokinetic con¬ 
ditions, i.e. that the pressure in the bottle was adjusted within fairly precise limits 
to emit smoke into the air at the wind speed U. 

Table 2 

height above ground (cm.) 90 60 30 10 5 

vjw 0-9 M 1 Id 3 

Both the smoke and the hot-wire apparatus indicate the preservation of nearly 
isotropic conditions in the turbulence of the air to within a foot of the ground, 
a conclusion which is somewhat at variance with the findings of Best (1935) that 
V) is less than v even at 5 m. above the ground. It must be noted, however, that Best 
used a 'bidirectional vane’ of considerable size, which could only respond to the 
grosser vagaries of the wind which constitute 'gustiness ’ in the meteorological sense 
and in which the horizontal vane, reading w, may have been damped in its motion 
by the proximity of the ground. 

Although precise analysis of the frequency-spectra of the v and w records on 
a relative amplitude basis has not yet been possible, there is sufficient indication that 
the sphericity of the eddies scales with height on the basis of their diameter or that 
eddies have a ratio of vertical to horizontal axis which scales with the ratio of their 
mean diameter to height. The idea that the small eddies in turbulent flow are 
isotropic even when the large ones are not is another concept of Kolmogoroff’s theory, 
confirmed here in the lower atmosphere. 

Correlation of fluctuations of wind and temperature 

It is evident that the spatial distribution of both air velocity and air temperature 
influence the propagation of sound. Especially does the latter affect the direction of 
sound rays in a vertical plane, since temperature has usually steeper gradients in the 
atmosphere in a vertical than in a horizontal direction. In fact, the mean value of 
the products and where T* represents the local deviation from the mean 
atmospheric temperature of the region, are significant for the refraction of sound 
waves in the two azimuths. The latter is the same factor which appears i n the 
expression for the vertical flow of heat in turbulent diffusion, i.e. q = pc^wT^y 
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p being the density and the specific heat of the air. It has often been pointed out 
that is not itself a measurable quantity, but the writer has found that one can 
measure, though not to the sensitivity with which one can measure v and w, the 
fluctuation of temperature at a point near the ground. It should therefore be possible 
to obtain a value for the temporal average of the product at any point, though, as far 
as the author knows, this has not heretofore been attempted. Corssin (1949) has 
discussed the theoretical possibilities of such a measurement. 

Our method was to use a thermistor heated by a very low current (0-lmA) for 
and the usual hot-wire for u'. These were fed into the rectifier bridge in place of 
and tAg to give In recording on the oscillograph it was found better to apply 
the to a high-frequency a.c. bridge and to exhibit the resultant modulation of 
the supply on the screen. Thus figure 11, plate 2, shows simultaneous records of u 
(above) and (below), and table 3 shows typical data obtained in this way. 




Table 3 




date, July 1949 .. 

. 19 

23 


26 

28 

u' 

5-5 

24 

7-5 

5 

30 

T* 

30 

12 

28 

31 

5*5 


30 

18 

40 

25 

11 

Ru,T 

0-65 

0*35 

1 

0-50 

0*25 

U 

500 

0 

0 

240 

1200 

lapse rate/m. 

0 

2 

2 

0 

-1 


(Here, the jfirst tliree rows represent reciprocals of counter times, to correspond to those of 
the calibration table (see above p. 151), from which the values of R are derived. In the third 
example, B actually works out greater than unity, but it must be noted that the figures for 
T* and uT* were obtained in quick succession and not simultaneously.) 

At large lapse rates, U is small, (T* may be considerable and u is closely linked with 
it. Under these conditions marked divagations in time of sound rays passing nearly 
horizontally occur, leading to great differences in the simultaneous 'pick-up’ of 
sounds at stations in a vertical plane (cf. part II). Small lapse rates or inversions 
occur mostly on occasions when both U and u are large and T* is so small as to escape 
measurement and contributes little to the diffusion. Such conditions give fluctuations 
in sound intensity it is true, due to the magnitude of u, but they are more evenly 
distributed in space. 

Since any resistance element reaches equilibrium at a resistance value dependent 
on ambient temperature and draught—^in this case, on both T* and u —^it may be 
possible to heat it with such a current that it responds to some function of One 
could then measure u, and with a single element by raising the heating 
current successively. 

An attempt to do this is illustrated in figure 12, plate 2, where the hot-wire 
(above) is heated by the usual current and the nearby thermistor (below) in its a.c. 
bridge is heated to 5°0 above its surroundings. The latter follows the grosser 
variations of velocity that the former indicates, but has independent motions which 
are apparently due to temperature differences in the am passing by it. This technique 
is being further developed. 
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The early investigators on the propagation of sound in the atmosphere, such as 
those engaged by the Trinity House Brethren for work on sirens or by the British 
army for work on gunfire, used either subjective observation or objective apparatus 
incapable of following rapid fluctuations. Consequently they were obliged to explain 
their results in terms of the continuing meteorological elements like mean wind and 
temperature, though they recognized that certain meteorological conditions led to 
an irregular signal when picked up at a distance of the sound from a steady source. 
It is only recently with the introduction of the sound-level meter and the cathode- 
ray oscillograph that studies of the fluctuations in the signal received from a steady 
source of sound have been possible. 

Eagleson (1941), Sieg (1940) and a group working under Pielemeier (SchiUing et al. 
1947) have pubhshed reports within the period of the recent war in which attention 
was directed to such variations. Eagleson and Sieg worked with audible sources 
over distances ranging up to 500 m., noting at the same time the prevailing meteoro¬ 
logical conditions such as temperature, wind and humidity. The other group worked 
in a jungle with ultrasonic sources up to 500 kc./sec., and made more detailed 
observations of air conditions. Krassilnikov (1945) attacked the same problem from 
a different point of view; he measured the difference in phase between a source and 
microphone and noted the fluctuations in phase difference. None of these workers 
attempted an instantaneous correlation between sound and meteorological records. 

The general conclusions of the researches can be summarized as follows: 

The magnitude and frequency of the fluctuations in the signal increase with length 
of track and frequency of the sound, amounting to as much as 50 % of the mean. 

The fluctuations also increase with the 'roughness’ of the terrain, being greater 
when the sound passes over standing crops than over a cropped plain, but in the 
jungle the signal is steadier, though more rapidly attenuated in the direct beam 
owing to scattering. 

In the present research, the source was a loud-speaker supplied with a pure tone 
from a decade oscillator. The source was usually set at 4 ft. over the ground, though 
a hmited number of observations were made with the source on a scaffold at 12ft. 
The microphone was at the same height. 

The source was usually directly down-wind of the microphones of the sound-level 
meters (Dawe type with filter-analyzers) at either 90 or 250 ft. Each microphone 
faced the loud-speaker in a housing lagged at its edges to prevent unwanted sounds 
originating at these points. Even so, sites and conditions in which the wind blew 
directly into the microphone proved difficult or impossible. Frequencies of 500 , 
1000, 2000, 4000 and 7500 c./sec. were used. The intensity near the source was about 
90 db., except for the highest frequency at which the source gave only 50 db. 

It was found essential to pass the received signal through a sharply tuned filter 
or analyzer so as to sort out the signal from the country background noise which was, 
of course, more serious at high frequencies. On these, indeed, work was only possible 
in high summer in the evening or early morning when insects were asleep. The output 
from the analyzer was shown either on a meter graduated in decibels or on a cathode- 
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ray oscillograpli indoors, where it could be photographed. On the double-beam 
oscillograph these types of record were possible: (1) output from two meters at a 
distance from each other, exhibited one over the other or in X-F relationship for 
phase; (2) output from one meter (above) and hot-wire midway down sound 
(below); ( 3 ) output from two hot-wires; ( 4 ) v and w averaged (cf. part I). 

The object in this case was to compare the motional fluctuations in the local 
atmosphere with the acoustic ones. In a general way this was done by taking 
a reading on the turbulence meter, quickly followed by one in which the fluctuations 
in signal intensity were injected into the thyratron counter in place of the turbulence 
fluctuations. (This was possible because the output from one of the sound-level 
meters gave an envelope of intensity in the final stage, so that the potential across 
its output resistance could be fed to the counter in place of the potential across the 
hot-wire.) 

Three types of terrain are involved: (1) at Durham over cropped grass; (2) at 
Durham over standing crops; ( 3 ) at Cairo over sand. 

Typical records are shown. Figure 13 , plate 2, are of velocity (above) and sound 
intensity (below) at 2000 (left) and 4000 c./sec. (right). Figure 15 , plate 3, is similar at 
4000 c./sec.—^the sound in integrated form in another meter—^to show the marked 
effect of the regular eddies in the wind (cf. figure 9 , plate 2) on sound dispersion at 
this frequency. Figure 16 , plate 3 , shows the difference between sound of 4000 c./sec. 
picked up (left) well clear of the ground on a calm day, (right) close to the ground 
amid thermal currents. 

For overall sound attentuation in the present research, the output from the 
microphones was fed into decibel meters with a slow response, so that a time average 
of intensity could be taken in line ahead of the source. Such measurements were 
taken with source and microphone at equal heights over the ground at levels varying 
from 1 to 12ft. above the latter, which acted as a sound absorber. 

Results at several frequencies for two types of terrain are exhibited in figure 6. 
Owing to the close intensity scale employed, necessitated by the desire to get all the 
results on one figure, the scatter of points is not well seen on these graphs. The 
difference in this respect between indoor and outdoor results can, however, be seen 
on a later graph (figure 8). The data of figure 6, obtained as they were in less gusty 
weather, had a scatter intermediate between those of the left and right of figure 8. 

There are, of course, sources of loss which are independent of atmospheric 
turbulence or of absorption in the boundary layer over the ground. There is first 
the decay due to the spreading of the sound, which, on the assumption that spherical 
radiation persists after a certain distance, accounts for an attenuation of 20 log r 
decibels for a distance r from the source. 

There is an additional absorption, made clear by Knudsen (1935), when the air 
contains water vapour. This effect is a function of frequency, the ^molecular absorp¬ 
tion’ so occasioned rising to a maximum in the neighbourhood of a humidity of 
^^d accounting for about 3 db. per 100ft. at 1000 c./sec., waxing nearly in 
direct proportion to the frequency. 

When ‘fast’ recording by the analyzers was tried, they were fed to the counter or 
to the cathode-ray oscillograph employing a slow-moving film so that the intensity 
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envelope over a minute^or so could be recorded. At short intervals the loud-speaker 
was switched off so that ^background’ at this frequency could also be recorded. At 
the same time, as already noted, a measurement of u' was made. The band width of 




Figure 6 . Absorption of sound with distance from source. —, over turnip crop; 

-, over short grass. Frequencies (c./sec.): a, 1000; h, 2000; c, 4000; d, 7500 . 

this background intensity (i) was then correlated with u' on figure 7 . The horizontal 
lines represent the spread of the points corresponding to a definite band width, with 
a curve drawn through the maximum frequencies of appearance of a given i in the 
data. An attempt to correlate sound fluctuation and lapse rate was less happy, but 
one general conclusion could be made. At high lapse rates the sound band width is 
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small, blit the band is overlaid with microscopic variations which cause the band to 
waver over a considerable area in 1 min. Such a record is, in fact, characteristic of 
refraction rather than of dispersion. Under these circumstances, too, the background 
has small intensity compared to the main signal. On the other hand, the background 
is large and shows much indentation at small lapse rates or inversion. At zero lapse 
both band width and background intensity are large when ujU m large. 



Figure 7, Background sound intensity at various wind speeds (arbitrary units). 

There is a possibihty of analyzing these background sounds, if we take care that 
they are entirely due to the wind-blown eddies, in order to obtain the spectrum of the 
turbulence For this purpose, measurements of the ' country noise ’ on the Northum¬ 
brian moors have been made on a sound-level meter of ‘flat response’ in which the 
sounds picked up over the range 25 to 7500 c./sec. may be quickly recorded step-by- 
step. (It is, of course, necessary to ensure that no man-made or similar biological 
noises have suflacient intensity to be recorded. In summer on the moors one had to 
spray insecticide liberally in the vicinity of the noise meter.) Two typical spectra 
obtained in this way are exhibited in table 4. 

It should be noted that this method gives an average effect over the whole region 
from which the natural noises can penetrate at sufficient intensity to affect the meter 


frequency (c./sec.) 

25 

Table 4 

50 

100 

200 

500 

1000 

2000 

5000 

0"= 3 background I (db.) 

25 

20 

20 

15 

15 

10 

5 

5 

Z7= 12in./s©e., background II (db.) 

40 

50 

50 

30 

20 

10 

8 

8 
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and cannot give readings at one height only. So far, however, these sound records 
of turbulence have been found to confirm in a general way the spectra derived from 
analysis of hot-wire records obtained at a moderate height from the ground. 

Sound-phase fluctuations at two stations 

Though the experiments so far described suffice to give a general picture of the 
relationship between sound propagation and turbulence in the atmosphere, they do 
not tell the whole story, inasmuch as our discussion has been limited to the intensity 
of the signal. ISTow an essential feature of sound, since it is propagated as wave motion, 
is the existence of phase relationships between the sounds arriving from a common 
source at different points in the field or at the same point by different routes, so that 
a steady source of sound inside a room in which the objects are stationary and the 
temperature is uniform sets up a steady field in which the intensities and phase 
relations between signals picked up at various points are invariable in time. 

Our first experiments on the intensity at one location showed a different state of 
affairs in the open air, which was confirmed when two microphones and separate 
tuned analyzers had their outputs severally connected to the X and T plates of the 
oscillograph. One microphone was placed straight ahead up-wind and at the same 
level as the source, while the other was raised to different heights (up to 30 ft. above 
the first) or at the same level to one side. Intensities and phases were compared over 
periods of 15 sec., and the records included some background which showed little or 
no correlation in phase. 

The following general observations were made: 

(1) The greater the fluctuations shown, under given conditions, on a single micro¬ 
phone, the more rapidly does phase correlation diminish with distance in either 
y or s, when two microphones are used. 

(2) There is a close link between this reduction of phase correlation with distance 
and the intensity of turbulence, the deviations from ‘classicar propagation being 
greatest under desert conditions, where the vagaries of the air in both temperature 
and the resulting agitation are a maximum. 

(3) Especially under the same thermal conditions and especially near the ground, 
correlation falls off more rapidly in a vertical than in a horizontal hne and, in either 
azimuth, more quickly over standing crops than over a bare field, 

(4) A closer correlation exists at high frequencies. Eigure 17 , plate 3 , which 
illustrates these last two points, refers to a calm day with a lapse rate of 2°/m. near 
the ground. On another windier day, of zero lapse rate, all frequencies on two 
microphones at more than a foot separation showed the same type of record, that 
peculiar to the lowest frequency of the figure 17 records. 

Under windy conditions the phase records were overlaid with much incoherent 
background proper to the frequency picked up, but one could still pick out the 
wanted signal as a more coherent figure, often slowly changing in form with a quasi- 
penod of 10 to 30 sec., demonstrating a slow variation of path difference under the 
influence of the prevaUing temperature and wind fluctuations. 

The difference in the vertical and horizontal phase relationships close to the 
ground is paralleled by the difference in the ratio vjw with height noted in part I and 
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demonstrates the role of eddy diffusion in the propagation of sound out-of-doors. 
For instance, with source and microphone at 12ft. horizontally, this anisotropy in 
signal propagation was considerably less, ceteris paribus^ than when they were at 
a 6 ft. vertical separation. 

The effects of refraction were also noticeable, commonly at Cairo, less often at 
Durham, when the mean intensity at two microphones in a vertical hne were 
compared. When, in fact, the lapse rate was high, rays initially passing over the 
ground were bent up, coinciding at the upper microphone with others initially 
directed obhquely upwards, so that the upper microphone gained intensity at the 
expense of the lower. 

In order to exemplify further the effect of diffusion on sound propagation, the 
field in planes across the front of a loud-speaker was explored in horizontal traverses 
with a small microphone, first in an anechoic chamber and again with the loud¬ 
speaker in the open over a grassy field. In the chamber (which was 15 by 25 by 12 ft. 
and lined with asbestos wool) the pattern conformed quite well to classical diffrac¬ 
tion theory, except that the minima were not places of absolute silence, perhaps 
because of incomplete absorption at the walls and the finite size of the microphone, 
but in the open even on a calm day, the sound field departed considerably from this, 
the maxima and minima being smudged. On a gusty day one would have difficulty 
in recognizing any laws of diffraction; rather is the energy scattered by the eddies 
in the way that light is scattered by a suspension of transparent bodies of size 
comparable with the wave-length such as it encounters in a fog (cf. figure 8). 

These departures from the classical laws of sound propagation are to be ascribed 
to the turbulent nature of the atmosphere. The normal velocity c of sound in still 
air or in steady streaming is locally replaced by c + consequently we should expect 
a scattering of the sound from the direct path on the basis of the mean correlation 
coefficient R of turbulent motions over the path from source to listening post and 
with amplitude proportional to u^jc. Attempts have been made to set up theories 
which regard the eddy length as playing the part of the regions of abnormal refractive 
index which appear in Rayleigh’s theory of light scattering, with its dependence on 

IjX and on the volume of the scattering entity in the form of or of j x^R dx. There 

Jo 

is, however, this difference, that the atmosphere is a medium of variable acoustic 
refrangibility without variable density—^in the absence of thermal currents. This 
latter condition was not envisaged by Rayleigh, who, in fact, proceeds on the 
assumption that the normal component of particle velocity relative to the boundary 
of his scattering spheres must be made to vanish. 

We should not therefore expect that the distribution of scattered sound round our 
"secondary sources’ will be the same as in optics, even when polarization is allowed 
for. It seems likely that more scattered, or rather, refracted, energy wiU pass into 
small angles relative to the direction of propagation. Nevertheless, these experi¬ 
ments show a general agreement wdth the optical analogy as far as dependence of the 
total deviated energy on IjX and u'jc is concerned. 

The main practical conclusion of this work is that there is a close relationship 
between the instantaneous patterns of air velocity and sound fields, but that the 
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true delineation of each requires continual records at several points. There is no short 
cut for predicting either from a few simple observations, for example, of lapse rate. 
The hope, first expressed by Professor 0 . G. Sutton, that one might predict the large- 
scale diffusion of matter in the atmosphere (of smoke, for example) by observations 
on the sounds picked up by microphones in the vicinity seems justified, yet the 



FiGtJBE 8. Diffiraction of sound: in anechoic chamber (left); in open air (right). 
—, 4000c./see.; 7500o./sec. 
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instrumeiitation of the two measurements, eddy viscosity and sound propagation, 
over an area of the order of a square mile, seems equally tedious. Both depend in 
a somewhat uncertain way on the TtiedTi meteorological elements for the area, and 
these will probably remain the data which the smoke engineers will have time to 
collect. 

The author wishes to proffer his best thanks to the Research Fund Committee of 
King’s College, Newcastle upon Tyne, for a grant to defray the expenses of this work, 
to the Senate of Fouad I University, Cairo, for a Visiting Professorship, which 
enabled Mm to start the desert observations, and to Assistant Professor M. Mokhtar 
and Ms students for continuing these after his return to England, finally, to Professor 
0 . G. Sutton, F.R.S., for helpful comments on the first draft of the manuscript of 
part I. 
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Description oe plates 2 and 3 
Plate 2 

Figure 9. Fluctuation record showing presence of cellular vortices. 

Figure 10. Record showing turbulence ‘burst’ (above); sound of 7500 c./sec. (below) 

Figure 11. Velocity record near ground (above) and temperature (below). 

Figure 12. Hot-wue record (above) and thermistor record (below). 

Figure 13. Velocity and sound records: (left), 4000 c./sec.; (right), 7500 c./sec. 

Plate 3 

Figure 14. Velocity fluctuations: on roof, (7 — 2*1 m./sec. (above); on ground, U'= 0 * 7 m./sec. 
(below). 

Figure 15. Effect of cellular vortices (above) on sound of 4000 c./sec (below). 

Figure 16. Velocity and soimdrecords at 4000 c./sec.: (left), near ground; (right), at height 
of 30 ft. 

Figure 17. Phase relation between two microphones: a, 1 ft. apart horizontally; b, 6 ft. apart 
horizontally, c, 4 ft. apart vertically; frequencies (left to right), 2000, 4000, 6000, 
7500 c./sec. 
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Diffusion and flow of gases and vapours througli micropores 

II. Surface flow 

By P. C. Caei^ian and P, le R. Maehebbe 
{Communicated by E. K, Rideal, F.B.S.—Received 25 January 1950 ) 

Flow through porous plugs has been measured under conditions where surface flow of 
adsorbed gases makes an important contribution 

An analysis of variables aflectmg surface flow enables surface diffusion coefficients to be 
calculated and has mdicated conditions likely to reduce the correction for flow in the gaseous 
phase to small proportions. This has been confirmed by studymg the effect of variations of 
porosity. 

Surface diffusion coefficients tend to mcrease with ‘coverage’ of the adsorbent surface. 
This requires further study. 

Activation energies measured for one system were found to be rather small. Owing to the 
variation of surface diffusion coefficients with coverage, it proved difficult to obtain accurate 
values. Activation energies mdicated a tendency to decrease as coverage increases. Further 
experiments on these pomts are also bemg carried out. 


For several years it has been generally recognized that molecules adsorbed at a solid 
surface are more or less free to move over the surface (see Brunauer 1943). Volmer 
& Adhikari (1935) demonstrated that the surface molecules of a benzophenone 
crystal are mobile, and, a Httle later (1926), that this apphes also to benzophenone 
molecules adsorbed on glass. In the latter case, the resistance to diffusion was only 
about of that experienced by molecules of similar size in aqueous solutions. 
According to Bangham (1937), mobility is characteristic of physical adsorption, 
while adsorption on fixed sites is a criterion of chemisorption. As further indirect 
evidence of surface mobility, Bangham & Fakhoury (1930) has pointed out that 
sweUing of a porous, rigid adsorbent such as charcoal, when physical adsorption 
takes place, can be accounted for quantitatively by assuming a thermal motion 
of adsorbed molecules, giving rise to a surface pressure. 

Surface mobihty must also play a part in kinetics of sorption by porous sorbents. 
If adsorbed molecules were fixed, the internal surface could only be reached by 
adsorbate molecules diffusing into the pore-space of the solid, followed by adsorption, 
and, in all cases of practical importance, such gaseous diffusion would soon become 
seriously hindered by molecules adsorbed at the outer parts of each adsorbent 
granule, since this would amount to constriction of the capillary passages leading to 
the interior. Simple calculations, assuming typical diffusion coefffcients for gases, 
would indicate a very low practical efficiency for a bed of activated charcoal or silica 
gel granules, adsorbing from a stream or air, since, while equilibrium could readily 
be produced at the surface of each granule, the internal surface would be almost 
inaccessible. Experience is all to the contrary; for example, tests on adsorption of 
chloropicrin from air with charcoal in a mihtary gas-mask Klotz (1946) show that 
the charcoal is nearly saturated before any noticeable concentration of chloropicrin 
passes through the bed. The most probable explanation is that molecules adsorbed 
at the surface undergo surface diffusion to the interior, and that this is a relatively 
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rapid process. Tbe observation of Volmer & Adhikari on rates of diffusion of 
benzopbenone on glass is in accord with this. 

Surface diffusion implies a thermal motion of molecules adsorbed at a solid surface. 
It should be sharply distinguished from ‘interstitial diffusion’, encountered when 
a gas is sorbed by a medium in which pore diameters are comparable with the size 
of sorbed molecules, for example, by dehydrated chabazite (Barrer & Ibbitson 1944). 
It is not then possible to speak with certainty of ‘ adsorption ’ or of ‘ internal surface 
the state of the sorbed molecules being more akin to solid solution than adsorption. 
Eonetics of interstitial sorption is governed primarily by the factor of molecular size. 
In fact, sorbents such as dehydrated chabazite act as ‘molecular sieves’, allowing 
only molecules below a certain size to pass. This molecular sieve action seems to have 
been produced by Rayleigh (1936) by flowing gases through the narrow passages, 
probably less than 10“^ cm., formed when two optically plane glass surfaces are 
pressed together. Comparing air and helium, the latter was found to flow 6-8 times 
as fast, presumably owing to its smaller molecular size. This is much larger than the 
ratio of 2*7 times to be expected from the relative molecular weights if Knudsen flow 
were taking place. 

In contrast to both interstitial diffusion and Knudsen diffusion, surface diffusion 
tends to be most marked with larger and heavier molecules, since these are usually 
most easily condensed and adsorbed. Instances are given in the present paper where 
rates of flow of CF2CI2 are much higher than for Hg. In common with interstitial 
diffusion, it should be an activated process, though possibly with smaller energies of 
activation. 


Methods oe meastjhemeht oe stjeface diefusiok 

Earlier studies by Damkohler (1935) and by Wicke (1939) were based on kinetics 
of sorption by granules of porous sorbents. Even assuming a simple diffusion 
coefficient, and a constant pressure of gaseous adsorbate, this is a fairly complex 
system, since conditions are continually changing within the pore-space of the 
sorbent. Since surface diffusion is always accompanied by normal diffusion and by 
Knudsen diffusion, the diffusion coefficient is not simple, and analysis of the experi¬ 
mental data is open to much uncertainty. In later papers Wicke (Wicke & Kallenbach 
1941; Wicke & Yoigt 1947) realized this and maintained a steady state of diffusion or 
of flow across plugs of porous sorbent, keeping conditions constant on each side of the 
plug. Flood & Tomlinson (1948) used the same method, and, in the present work, 
measurement was also made of the steady rate of flow through a porous plug, when 
the pressures, and at the two free ends of the plug were kept constant As will 
be explained shortly, this leads to a simple and direct calculation of coefficients of 
surface diffusion. To make this calculation, however, the adsorption isotherm must 
be determined and applied to obtain the difference of surface concentration across 
the plug, and two possible sources of error are therefore possible. 

(i) Surface concentrations at the two free ends of the plug are obtained by 
assuming equilibrium at p-^ and p^- As adsorption and desorption are taking place, 
respectively, at a steady rate, equilibrium may not be maintained. In the present 
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work, flow-rates were deemed sufficiently low to ignore this possibility, but this 
assumption may not be justified. 

(ii) Even though P2 known accurately, differences of surface concentra¬ 

tion depend very sensitively upon the accuracy of the adsorption isotherm, deter¬ 
mined with a separate sample of the same powder. 

Recently, an ingenious method has been devised by Haul (1950), in which a small 
drop of liquid, only about one-twentieth the quantity required to produce a mono- 
layer, is placed on one end of the plug and its difiusion is followed by observing the 
variation of the centre of gravity wdth time on a micro-balance. In this way, surface 
concentrations are obtained without reference to the adsorption isotherm. The 
method can only be applied when the vapour pressure of adsorbate is negligible, i.e. 
under conditions which are completely different from those in the present paper. To 
this extent, the two methods are complementary. The new method is not free from 
difficulties. Calculation of surface diffusion coefficients from the observed data is 
not simple, and, if coefficients vary with coverage, e.g. as in table 2 of the present 
paper, calculations must be attended with uncertainty, since the essential feature of 
Haul’s method is that coverage varies with time. Haul’s discussion of his data does 
indeed indicate that this is a factor which cannot be ignored. 


General equation for flow in iuicropores 

In part I (Carman 1950) it was pointed out that flow through micropores takes 
place by molecular streaming through the gas space. Only in table 9 of part I, using 
a very fine powder and easily condensed gases, CF2CI2 9-ud C2F4CI2, was measurable 
surface flow detected. Its effect is an enhanced rate of flow, i.e. surface flow takes 
place in parallel with flow in the gaseous phase. It is therefore desirable to establish 
unequivocally that the enhanced rate is indeed due to surface flow, and, if possible, 
to produce surface flow accompanied by little or no 'gas flow’. For this, an analysis 
of the variables affecting the different types of flow is essential. 

We shall approach surface flow as an example of diffusion along a concentration 
gradient, obe3dng Fick’s law. Assuming adsorption equilibrium at the end pressures, 
p^ and P2, the quantities adsorbed are and millimoles/g. of adsorbent, where 
y-^ and are obtained from the adsorption isotherm for the temperature of the plug. 
As the weight of adsorbent per unit volume of plug is p(l — e), concentration gradient 

p(\ — Aw 

in millimoles/cm.®/cm. = ——where A?/ = Then, if the flow-rate by 

Ju 

surface diffusion is W millimoles/sec. 

WL 

^ = Kp{l-e)Ay, ( 1 ) 

where is a diffusion coefficient with dimensions cm.^/sec. 

The concentration gradient is arrived at by assuming equilibrium with the gaseous 
phase at the two free ends of the plug. We shall not inquire whether equilibrium is 
maintained between gaseous and adsorbed molecules in the interior, since it should 
not affect the issue. 
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If t sec. are required for the flow of 1 ml. at pressure and T° K 


whence, if (? = 




lOOOpi 


If = 


RTt ’ 

loooApe 

RT ■ 


(2) 


When there is no surface flow, permeability is governed by equation ( 3 ), which is 
equation (1) of part I when^: = 5 , Sjh' = 0-45 and andl'a are the porosityfunctions, 
e3/(i-efande2/(l-e): 

59 , 52 + 5 o J\M 


GL 
A '' 


( 3 ) 


If now we assume that surface flow and gas flow take place independently and in 
parallel, the total permeability is obtained by substituting W for 0 as given by (2), 
and adding the surface flow term in (1) 


^pA “ ^^L:p^8^^{MRTy7i8lRT' 


( 4 ) 


The last two terms are the slip-flow and viscous-flow terms, respectively, for flow 
in the gas phase. Together, they give the 'calculated gas permeability’, i.e. the 
permeability if no surface flow were taking place. The viscous term is given last, 
since, in the present paper, powders are so fine that this term can nearly always be 
considered negligible. 

The assumption of independent flow cannot be accurate, since gas flow must be 
blocked to some extent by adsorbed films. Equation ( 4 ), however, does indicate 
clearly how surface flow and gas flow are aflFected by different variables. It is thus 
possible (i) to decide whether differences between observed and calculated per¬ 
meabilities are indeed due to surface flow, and (ii) to choose conditions under which 
the calculated permeability is a small enough fraction of the total permeability to be 
a negligible source of error. Consider the main variables in turn. 

(a) Most important is the specific surfaces, 8 q. Increase of 8 q decreases gas 

permeability, but increases adsorption and hence Surface flow, in fact, 

can only make an important contribution when 8 q > 10^ cm.""^ 

(b) At a given temperature, surface permeability depends on i.e. on the 

gradient of the adsorption isotherm, and hence on the mean pressure, p. Apart from 
the negligibly small viscous flow term, this variable does not affect gas permeability. 

(c) A decrease of porosity, e, rapidly decreases gas permeabihty, but tends to 
increase the surface permeability. 

{d) A decrease of temperature has little effect on gas permeability, but tends to 
increase adsorption and hence surface permeability. On the other hand, it causes the 
surface diffusion coefficient to decrease. 


Experimental 

The apparatus described in part I wa;S designed primarily for the present work. 
A similar apparatus was employed by Flood & Tomlinson (1948), but they used 
a charcoal rod. On comparing the surface by low temperature nitrogen adsorption, 
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llOOm.^/g., with the nitrogen permeabihty surface of only it is clear that 

the permeability is much too high, owing to internal cracks and channels. Flow in the 
gaseous phase is thus greatly favoured and tends to mask surface flow\ In the present 
work, using compressed plugs of fine powders, permeabihty surfaces and nitrogen 
adsorption surfaces were always at least of the same order. 

The most outstanding requirement was long periods with constant pressures, 

and P 2 , in order to allow the surface concentration gradient to become steady, as 
shown by a constant flow-rate. The time for a single measurement varied with 
circumstances, but was never less than 3 hr. If the plug was initially clean, the 
apparent initial flow-rate could be more than ten times the final value; but, if it had 
adsorbed gas at a higher pressure previously, the apparent initial flow-rate was low 
or even negative, owing to desorption. In a few cases, the steady flow-rate was 
checked for reproducibihty by approaching it from both sides. 

Once a plug had been formed, it wns not desirable to subject it to too drastic a treat¬ 
ment. To remove one gas, prior to introducing another, the apparatus was pumped 
out, and the permeabihty tube, if necessary, surrounded by a water-bath at about 
50° C; but further attempts at degassing were not made, since, under conditions of 
flow, a plug can be regarded as self-cleaning. Of course, in the determination of 
adsorption isotherms, normal precautions were taken to obtain a clean surface. 

Close control of temperature is essential, particularly when the saturation vapour 
pressure of the adsorbate is approached, e.g. under conditions employed in table 3, 
a change in pressure of 10 mm. or in temperature of 0-4° C would have produced an 
error of at least 20 % in the observed flow-rate. A large Dewar vessel was used as 
constant temperature bath, and four temperatures chosen, namely, water at 20° C, 
melting ice at 0° C, sodium chloride-ice eutectic at — 21-4° C, magnesium chloride-ice 
eutectic at — 33-1° C. The latter two were prepared and maintained by stirring finely 
crushed dry ice into solutions of eutectic composition, a method which enabled 
constant temperatures to be maintained, if necessary, for days on end, without 
removing the bath. No effect due to dissolved CO 2 could be detected. 

Materials 

Powders with a large surface and weU-defined properties are desirable. Two 
powders were selected, namely, Linde sihca and a carbon black, Carbolac 1. 

Linde sihca is an amorphous sihca, density 2*2g./ml., obtained by combustion of 
organic sihcon compounds. The surface is normaUy about 300m.^/g. by nitrogen 
adsorption, and the sample, Linde shica II, used in the present work, was in accord 
wdth this. Data in table 1, however, were obtained with a sample, Linde sihca I, 
which had a surface of only 220m.2/g. The electron microscope gives a particle size 
in agreement with the surface measurement and indicates a strong tendency for 
particles to aggregate in chains. Strong plugs covering a wide range of porosities are 
readily formed. 

The sample of Carbolac 1 had a surface of 950m.^/g. by nitrogen adsorption. 
Particles are not clearly resolved in the electron microscope, but appear to be 30 to 
50 A in diameter, which is in accord with the surface area. The density, determined 
by hehum displacement, is 2*13 g./ml. Carbolac 1 is prepared by a hot air treatment 
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of a fine chaioiel blacky so that the surface is partly covered by chemi-sorbed oxygen, 
which accounts for about 10 % of the weight. Compared to Linde silica, the greater 
surface is an advantage, but plugs of Carbolac 1 were weak and had to be continually 
retested for development of internal cracks. 

As absorbate, SO 2 was used in table 1 , but subsequent experiments were carried 
out with Freon-i 2 , CF 2 C 12 * 

Calculations 

According to equation ( 4 ), the surface permeability is the difference between the 
total permeability, WLjApA, and the ‘calculated gas permeability’. The latter is 
obtained by flowing a gas which is not adsorbed through the plug. Air could be used 
for Linde silica, but, as will be shown later, hehum had to be used for Carbolac 1 , 
If the viscous flow term is to be included, Sq is calculated by equation (3), and Sq is 
then used to calculate the ‘shp term’ and the ‘viscous flow term’ in equation (4). 
This was done in table 1 , and the terms are given separately. In subsequent work, 
the viscous flow term could alw^ays be neglected, and the surface permeability was 
then calculated most simply by equation (5) 

. .V. r. .. Ay WL W,L /(3I,T^\ 

surface penneabJity - J , (6) 

in which the last term is the ‘ calculated gas permeability ’, obtained from an experi¬ 
ment m which millimoles/sec. of an imadsorbed gas, molecular weight, flow 
through the plug under a pressure difference of and at a plug temperature of 


Results axd discussion 


Effect of pressure 

Surface flow was first observed with SOg and a plug of Linde silica I, and results 
have been previously reported (Carman 1949 ). The data at 0 °C are reproduced in 
table 1 in sHghtly different form. The table gives the observed total permeability, 
the slip term and the viscous term of the calculated gas permeability, and the 
surface permeability as the difference between observed and calculated values. 
Since p^ was held constant, variations in the mean pressure were produced by 
varying p^- Corresponding variation in AyjAp are given, and also the diffusion 
coefficient, K, calculated from equation ( 6 ): 


surface permeability Ap 
p(l~e) Ay' 


( 6 ) 


The following points are illustrated. 

(a) Surface permeabilities increase, as expected, with AyfAp. In particular, the 
rapid increase when the saturation pressure of SOg is approached on one side of the 
plug is to be noted. 

(&) When pg exceeds the saturation pressure, condensation takes place on one side 
of the plug and produces an abrupt decrease in permeability. A similar result was 
found with CF 2 CI 2 3 «t — 21'4° C, and establishes clearly that condensation to liquid, 
in contrast to condensation to an adsorbed film, hinders diffusion. 
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(c) Diffusion coefficients of molecules of similar size and at similar temperatures 
in solution are of the order of lO'^cm.^/sec., whereas K in table 1 has distinctly 
larger values. This would appear to support the conclusions of Volmer & Adhikari 
noted earher. 

Table 1. Flow of SOg at 0° C lnt plug of Linde silica I 

e = 0 - 678 . Sq by air permeability = 2*35 x 10®cm.~^. Sq by nitrogen adsorption = 4-48 x 10® cm.“^. 
Pj constant at 660 mm., pg varied. Saturation vapour pressure, Po=: 1161 mm. 

calculated gas permeability 


P2 

WL/ApA 

A 

r 

slip 

VISCOUS 

surface 

permeability 


K 

(cm.®/sec.) 

(mm ) 

10-1® X 

10-10 X 

X 

Q 

1 

o 

f—1 

10-10 X 

(p m mm.) 

10-^ X 

44 

6 70 

4*82 

0 18 

1-70 

0 0030 

1-08 

90 

6-82 

4-82 

0-20 

1-80 

0-0028 

1-19 

896 

7-82 

4 82 

0-43 

2-57 

0-0048 

1-00 

935 

8-30 

4-82 

0 43 

3 05 

0-0050 

1-15 

1067 

9-54 

4 82 

0-47 

4-25 

0-0128 

0-62 

1160 

18 9 

4-82 

0-50 

13 6 

— 

— 

1300 

6-94 

4 82 

0 53 

1-61 

— 

— 


The main objection to the results in table 1 is that gas flow plays too large a part, 
so that surface permeabilities are too subject to error in the 'calculated gas per- 
meabihtyb Later results, given in table 2, were obtained using Linde silica II, 
which has a larger surface, and compressing to a low^er porosity, wuth the result that 
the lowest ratio of total to 'calculated’ permeabihty is about 3 . In this and sub¬ 
sequent experiments, it was preferred to keep Ap constant rather than p-^ w^hen 
varying the mean pressure p. 

Table 2. Flow of CFaClg at — 33T° C in plug of Linde silica II 

e = 0-497. 8q by air permeability = 5-4 x 10® em.“^. Sq by nitrogen adsorption = 6*6 x 10® cm.“^. 

Ap constant at 66 mm., p varies. Saturation vapour pressure, p^ = 660 mm. 


p (mm.) 

WLIApA 

10-1® X 

calculated gas 
permeability 

10-1® X 

surface 

permeability 

10-1® X 

Ap 

K 

(cm.2/sec.) 

10-5 

41-9 

1-58 

0-57 

1*01 

0-53 

1-52 

169-0 

1-79 

0-57 

1-22 

0-34 

2-85 

323-0 

2-26 

0-57 

1-69 

0-38 

3-54 

421-4 

3-24 

0-57 

2-67 

0-62 

3-41 

520-4 

9-09 

0 57 

8-52 

1-20 

5-64 

547-3 

15-3 

0 57 

14-7 

1-29 

9-05 

573-9 

25-5 

0-57 

25-0 

1-43 

13-9 


The data in table 2 are plotted in figure 1, and an adsorption isotherm for the same 
temperature and a plug compressed to about the same porosity is given in figure 2. 
Values of Ap from this appear in table 2, and also values of K calculated by equation 
(6). Figure J confirms the extremely rapid increase in surface permeability as p 
approachedpQ, and this is in accord with the increase in Ap. Quantitatively 

however, a number of unexpected features are shown. 

(a) Surface permeability increased very much faster than Ap/Ap, shown by an 
increase of K of nearly nine times over the whole range. 
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(6) Only the values of K at high values of ^ are comparable in magnitude to those 
in table 1. 

(c) Owing to the sigmoid shape of the isotherm, normal to multilayer adsorption, 
AyjAp increases both towards low pressures and towards high pressures, but surface 
permeabilities continue to decrease down to the lowest observed values of p. Thus, 
at low pressures, the variation of surface permeabiKty does not even agree in sign 
with the variation of AyjAp. 



Figtjbe 1. Permeability of Linde silica 11, e= 0*497 towards CFaClg at —33*1° C. 
a, total permeability; h, ‘calculated gas permeability’. 



FiGtHRE 2, Adsorption of CF 2 CI 2 on Linde silica II plug. e=0*55 at - 33*1^ C. 
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Table 1 gave no indication of similar behaviour, and it seems fairly certain that, 
in some cases at least, the relation between surface permeability and adsorption is 
more complex than postulated in equation (1). The most feasible explanation of the 
data in table 2 is that httle or no flow takes place in the first layer of adsorbed 
molecules, and that flow in subsequent layers takes place with progressively greater 
ease. 

Effect of porosity 

To test equation ( 4 ) with respect to porosity, the temperature and pressures, 
Pj^ and ^25 kept constant, so that variations in K could be excluded, and a series 
of plugs with different porosities was prepared. Data are summarized in table 3 and 
plotted in figure 3 . Linde silica is particularly well suited to this purpose, as it gives 
strong plugs over an exceptionally wide range of porosities. 

Table 3 , Flow of CFgCla at — 33 T° C m plugs of LmnE 
SILICA II AT various POBOSITIES 

Ap constant at 66 mm. p constant at 547 mm. Ay constant at 1-29 miUimoles/g. 


porosity e 

L (cm.) 

WLjApA 

10-10 X 

calculated gas 
permeabilitY 

10-10 X 

surface 

permeability 

10-10 X 

0*497 

0*68 

15*3 

0*57 

14*7 

0*575 

0*70 

14*3 

0*98 

13*3 

0*635 

0*81 

13*6 

1*55 

12*0 

0*681 

0*77 

11*2 

2 15 

9*0 

0*742 

0*72 

10*7 

3*81 

6*9 

0*792 

1*03 

12*1 

6*60 

5*5 

0*843 

1*93 

16*4 

11*8 

4*6 



Figube 3. Effect of porosity on permeability of Lmde sihca plugs toward CE 2 CI 2 at — 33*1° C. 
X , total permeability; +, calculated gas permeability; O, surface permeability. 


Calculated gas permeabilities were obtained from air permeabilities as shown in 
equation ( 5 ), and, in agreement with equation ( 4 ), decrease rapidly as e decreases. 
Total permeabilities pass through a niinunum and, when the difference, i.e,, surface 
permeability, is plotted, the points lie reasonably close to a straight line passing 
through e = 1*0. Surface permeability thus increases as e decreases, in proportion to 
(1 — e), and this agreement with equation (1) affords the strongest evidence to date 
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that the phenomenon under consideration is indeed surface flow In these experi¬ 
ments, plug lengths, L, varied over a considerable range, showing that, if and tsy are 
both kept constant, K is not only independent of porosity, but also of the dimensions 
of the plug. Table 3 very clearly demonstrates the importance of low porosities m 
reducing gas flow to a small proportion of the total flow, and the lowest porosity is 
that of the plug used in Table 2. 


Effect of surface 

Since Carbolac 1 has about three times the surface of Linde silica, enhanced 
surface was expected, but the effects proved unexpectedly large. In table 4, the 

W^L 


‘calculated gas permeability’, 




V M’ 


of a tightly compressed Carbolac plug, 


with respect to CP2CI2 at 20® C, is obtained from measurements with helium, 
hydrogen, nitrogen and carbon dioxide. In the case of Linde sihca, all four gases gave 
the same values; but the results in table 4 can only be interpreted to mean that 
gases other than He are sufficiently adsorbed to produce a measurable rate of 
surface flow, even though and Ng are far above their critical temperatures. Por 
these two gases, permeabilities are independent of This is expected for Knudsen 
flow in the gas phase, and would also hold for surface flow, since Henry’s law should 
apply under the experimental conditions, i.e. AyjAp is independent oip. For COg, 


Table 4. Flow of gases in Caebolac 1 plug at 20° C, calculated 

TO PEKMEABILITY OF CFgClg AT THE SAME TEMPERATURE 

ez=0 53. Ap constant at 200 mm. Sq by helium permeability = 1*7 x 10’ cm.”^. 
Sq by mtrogen adsorption = 2-0 x 10’ cm.-^. 



P 

W^L /Ml 
Ap-^A a/ M 

K 

gas 

(mm.) 

10-1^ X 

(cm.2/sec.) 

helium 

126 

1-96 

_ 


554 

1-97 

_ 

hydrogen 

132 

2-18 

— 


558 

2-19 

— 

nitrogen 

124 

3*36 

— 


547 

3-39 

_ 

CO 2 

127 

7-74 

_ 


555 

7-49 

— 


130 

19-1 

3*12 X 10-5 


557 

11-2 

5-56 X 10-5 


an increase in p produces a decrease in permeabihty which exceeds experimental 
error, presumably because adsorption is large enough for the adsorption isotherm 
to be concave to the pressure axis. This is definitely the case for the permeabihty of 
CF^Clg, abstracted from table 5 , for the same plug, since adsorption isotherms for 
this gas have been determined and are given in figure 4. 

It will be noted that, in contrast with table 2, the variation of surface permeabihty 
at low values of the relative pressure, pJpQ, is of the same sign as the variation of 
Ay/Ap. The agreement, however, is not quantitative, so that K does increase with 
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p, and is to this extent in agreement with table 2. Another point of concord is that, 
at low values of p/po in each case, values of K are rather low. It would seem that, 
while there is a difference of mobihty between successive adsorbed layers on both 
powders, it is much less marked for Carbolac, and, in particular, there must be 
a considerable mobility in the first layer, since the mobility of Hg, Ng and COg could 
not otherwise be explained. From the experiments just cited, it is clear that the 
kind of surface as well as the extent of the surface has a profound effect on surface 
diffusion. 



Figote 4. Adsorption of CF 2 CI 2 Carbolac 1 at various temperatures (° C). 

Effect of temperature 

Measurement of the temperature dependence of surface diffusion is very dhBBcult, 
since the adsorption isotherm is itself so greatly affected by temperature. Bearing 
in mind the very great dependence of K upon p, i.e. upon the concentration of 
adsorbed gas, it seems clear that measurement must be compared at similar values 
of and at different temperatures. As the most important variable is the relative 
pressure, pjp^y it was hoped that it would be sufficient to compare permeabilities at 
constant values of p^ jpQ and p^lPo* Carbolac 1 was preferred since 

(i) if p/po is remain constant over a wide range of temperatui^s, small values 
of pIpq must be chosen, in order to keep below the maximum pressure of 700 -um. for 
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which the apparatus is designed. With Linde silica, gas flow accounts for too large 
a proportion of the total flow-rate in this region, and uncertainties in allowing for it 
are correspondingly large. 

(ii) Also, K for Linde silica is so sensitive to variations m y that temperature 
variations are likely to be obliterated. 

Measurements in table 5 were therefore made on the same plug as in table 4, As 
plugs of Carbolac are very fragile, its permeabihty towards heHum was re-checked 
after measurements at each temperature. Only one result is recorded at — 33*1° C, 
since the plug was afterwards exposed to a high relative pressure at this temperature 
and was then found to have a high permeabihty towards helium. 

The large amount of adsorption had presumably caused swelling and formation 
of internal cracks. 

Table 5. Flow of CF2Ci2 at various temperatures, same 
PLUG AS usr TABLE 4. 

Calculated 


temp. 

(°C) 

Po 

(mm.) ( 

Ap 

[mm.) 

P 

(ram ) 

Ay 


gas 

WLjApA permeability 

10-10 X 10-10 X 

Surface 
permeability 
10-10 X 

K 

10-5 X 

K 

corrected 

10-5 X 

20 

4250 

203 

129*6 

1*52 

2 21 

plPQC:i0‘0Z 

1*91 

0 20 

1 71 

3 12 

3*42 

0 

2310 

114 

69*4 

1*60 

2 41 

2*97 

0 20 

2 77 

2 63 

2*63 

-21-4 1070 

52-1 

32 2 

1 62 

2 64 

4*94 

0 21 

4 73 

2 03 

1*68 

20 

4250 

206 

557 

0 455 

3 79 

pIPqC^O 13 
1*12 

0 20 

0 92 

5 56 

5 95 

0 

2310 

114 

301 

0*42 

4 07 

1 58 

0 20 

1 38 

4 98 

4 98 

-214 1070 

52-2 

137*1 

0*37 

4*21 

2*58 

0*21 

2 37 

4 45 

4 24 

-33*1 

660 

31-5 

86 2 

0*36 

4*37 

3 19 

0 22 

2 97 

3*46 

3*01 


Two series of measurements were made, with plp^a^O-OZ and 0*13, respectively. 
Both p and were adjusted hi proportion to Pq to keep Pijpo and pjpo constant. 
Adsorption isotherms plotted as y againsthowever, are not identical for different 
temperatures, so that y-^ and 2/2 constant, as shown by mean values, 

iil/i + ^ 2 )* Calculated gas permeabilities are those based on the helium permeability. 

On plotting hi-S^ against points were rather scattered, but the best average 

straight lines corresponded to energies of activation of 1520 cal./mble at p/po = 0*03 
and 1090caL/mole at p/p^ = 0*13. Since, however, jST at a given temperature is not 
independent of p, i.e. of y, it is difficult to guess what errors arise from variations in 
2/1 and y^, A rough estimate is made in the last column, in which K is corrected to the 
value of y for 0° C, using the simple assumption that variation of K with y between 
pIPq = ^ud p/Po = 0*13 is hnear. It can be seen that the correction is not 
negligible, and, in fact, temperature coefficients are so much changed that activation 
energies are increased to 2440 and 1680 caL, respectively. This uncertainty is not 
satisfactory and experiments are being undertaken to overcome this. 

Isosteric heats of adsorption calculated from the isotherms in figure 4 showed 
a linear variation vith y from 7900 cal. at 2 ^ = 1*80 milhmoles/g. to 5700 cal. at 
1 / = 5*0, and thereafter slowly approached the latent heat of condensation, 4840 cal. 
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Thus, surface diffusion has an energy of activation which is rather a small fraction 
of the heat of adsorption. This contrasts with the results of Haul ( 1950 ), who, for 
molecules of toluene, methanol and heptane on silica gel, found large energies of 
activation, of the order of 10,000 cal./mole. Wicke & Kallenbach ( 1941 ) have also 
found large energies of activation, but the approximations and assumptions used in 
their calculations were of necessity so crude that little weight can be given to them. 

Effect of coverage 

The variation of K with coverage shown in tables 2 and 0 was not expected, and 
clearly requires further investigation, particularly in view of the uncertainty 
produced by this factor in determining energies of activation. Experiments are 
being directed to a close study of the effect of coverage at a series of different 
temperatures. It should thus be possible to obtain activation energies at constant 
coverage with complete certainty, and to decide whether the variation of activation 
energy with coverage indicated by the results in table 5 is real. 

Some relevant points may be made at this stage. The isotherm in figure 2 not only 
fits the general Brunauer-Emmett-TeUer (1938) equation over the usual range, but 
it also fits the special form for n layers used by Pickett (1945) with remarkable fidelity 
over the whole range of p/po, for values of n between 5 and 6. There seems no question 
that we are deahng with multilayer adsorption. The value of c in the BET equation 
is rather small, namely 11*5, so that there is considerable overlap between formation 
of the first layer and subsequent layers. A monolayer corresponds to T18 millimoles / g. 
and y reaches this value at p 154 mm. The variation of K with coverage indicates that 
layers are successively more mobile, but it is not possible to account quantitatively 
for changes in JST by the simple assumption that the first layer is immobile and 
subsequent layers have constant mobility. It is only possible to say that there must 
be a large difference of mobility between first and subsequent layers, and that 
mobility of subsequent layers is not constant. Eurther analysis does not seem 
justified at the present stage. 

Isotherms in figure 4 also obeyed the general BET equation over the normal range. 
Values of c were large in this case, indicating a high heat of adsorption for the first 
layer, as is borne out by the isosteric heats of adsorption given a little earlier. 
Compared with figure 2, therefore, overlap between formation of first and subsequent 
layers is relatively small. The various temperatures gave approximately the same 
capacity for a monolayer, namely, 3*9millimoles/g. and y reaches this at values of 
p/Po from 0*082 at ~-33*l°C to 0*141 at 20° C. Comparing with values of p/po in 
table 5, one reaches the conclusion that observed mobilities must have been almost 
entirely in the first layer and that K must therefore vary with coverage within this 
single layer. Another interesting observation is that values of c and therefore heats 
of adsorption of the first layer are very much less in the case of Linde silica than of 
Carbolac 1, yet mobility within this layer is more pronounced in the latter case. It 
would seem that the surface of Carbolac 1 is energetically much more uniform. 

We wish to thank the South African Council for Scientific and Industrial Research 
for permission to pubhsh this paper and also to acknowledge the gift of Carbolac 1 and 
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other carbon blacks from Godfrey L. Cabot, Inc., Boston, Mass. We also wish to 
acknowledge much useful help from Mr J. J. Theron in developing a sensitive and 
reliable relay system in the flow apparatus. 
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On the atomic theory of elasticity 
By Ktisr Htjang, Department of Theoretical Physics^ University of Liverpool 
{Communicated by M. Born, F.R S.—Received 10 February 1950) 


A scheme has recently bwn developed to present the general theories in lattice dynamics 
Without specific assumptions about the atomic interactions The present note aims at 
clarifying some basic points in using this scheme, as well as giving the correct expressions 
for the elastic constants (the available results given m previous works are shown to be correct 
only for central forces in spite of the use of the general scheme). The fact is emphasized that 
neither the potential energy of a homogeneous deformation from a reference configuration, nor 
the complete stresses in the configuration can in general be represented in the general scheme. 
Hence, for instance, the elastic constants cannot he deduced by straightforward means, nor 
the equilibrium conditions (vanishmg stresses) imposed; the latter itself being necessary for 
the definition of the usual elastic constants. 

A different technique is shown to be necessary for discussmg such problems, one result 
obtained is that only five of the stresses in an arbitrarily chosen reference configuration can 
be explicitly represented, namely, all the anisotropic stresses After mtroducuig the con¬ 
dition that these stresses should vanish, the expressions for the elastic constants can be 
obtamed, which are, however, to be used subject to the condition that the remauiing stress 
namely, an isotropic pressure, vanishes. Only when the general theory is applied to a concrete 
ca^ can the latter condition be exphcitly mtroduced by the us© of the given interaction. 

The results are illustrated by the special example of central forces m the last section. The 
Cauchy relations follow as an incidental result; the assumptions upon which the relations 
r^t are clearly exhibited in the simple derivation. 
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1 . Introbuction 


It has been usual in standard treatments of the lattice theory of crystals (cf. Yoigt 
1928; Born 1923; Born & Goppert-Mayer 1933) to assume some specific types of atomic 
interaction, such as central forces, or interactions between oriented molecules, etc. 
In view of the great diversity of binding forces which are known to occur in different 
types of solids, clearly no such assumptions will prove generally vahd. Much that is 
basic in the lattice theory is, however, common to all types of crystalline solids 
independent of the particular nature of the binding forces. Thus in more recent 
developments of the theory, attempts have been made, particularly by Born and his 
collaborators, to use, as the effective potential energy of a lattice, a general function 
< 1 > of the nuclear displacements (see, for example, Born 1942, 1945; Begbie & Born 
1947, Smith 1948, Seitz 1940). Upon the function no further assumptions are made 
apart from the invariance requirements for displacements (translation and rotation) 
of the lattice as a whole, and the basic assumption of periodicity. Since the actual 
condition near the surface cannot affect discussions of the bulk properties, one could 
use the ideahzed model of an infinitely extended lattice. The nature of the potential 
is specified by giving its various derivatives 



with respect to all the nuclear displacements 



for fcth particle in the Zth cell 


denoted as particle 



, for a reference configuration. The reference configuration is 


usually assumed to correspond to equilibrium. It is peculiar to an infinite lattice 
model that the equilibrium condition is twofold: 

(i) every lattice point is in equilibrium; 

(ii) all stresses vanish. 

The condition (ii) follows from (i) in a finite lattice; but in an infinite lattice model, 
(ii) constitutes a separate condition (see example in §2). 

The necessity and significance of imposing (ii) have been clearly described before 
(Born 1923, 1945),*^ but its consequence has not been correctly followed up in the 
general theory. The condition (i) is obviously equivalent to requiring 



( 1 * 1 ) 


Trom a configuration already satisfying (IT), let us consider a homogeneous 
deformation 

* In particular, in the theory assuming central interactions. Bom has long ago (Bom 1923 ) 
not only emphasized the condition (ii) hut has given it also in explicit form in terms of the 
interactions. The following considerations refer thus to the situation one encounters in trying 
to achieve the same in the general theory, where only derivatives of O are assumed Imown. 






( 1 - 2 ) 
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wlierc X j is the position vector of particle before the deformation. If one could 

express the energy density due to the deformation as a function of then in order 
to satisfy (ii) one had only to demand that the first derivatives of the deformation 
energy with respect to should vanish. Hitherto it has been assumed that this can 
be done, namely, by expanding <5 in a Taylor series in the displacements (1*2) with 
the help of the various derivatives of < 1 >. However, it is easily seen that as regards 
(ii) this procedure leads to a null result. For, once (1-1) is fulfilled, there will be no 
linear terms of in the formal expansion. This would imply that (ii) follows from 
the fulfilment of (i), but this is directly contradicted by the simple example given in 
§2. The fault in this procedure is quite obvious: the formal expansion only gives the 
energy change of the infinite lattice, which is, of course, a divergent quantity; in 
order to obtain a reliable result, one has to normalize it to a finite volume (cf. Born 
1933), It is easy to convince oneself that one cannot obtain the desired normalized 
energy from the formal expansion; the difficultyis due to the ever-increasing displace¬ 
ment (1-2) as one proceeds farther away from the origin. 

By way of a simple example it will be shown in § 2 that in general it is actually 
impossible to represent the deformation energy in the general theory. Hence one cannot 
by straightforward means either impose the condition (ii) or deduce the elastic 
constants (second derivatives of energy density with respect to u^f). 

The expressions for the elastic constants have been given before by Begbie & Born 
(1947, quoted as (I)) for non-ionic crystals and by Huang (1949, quoted as (II)) for 
ionic crystals. The methods used are based on the comparison of the ordinary elastic 
wave equations (with the consideration of piezoelectric complications in the ionic case) 
with the equations for the limit of long acoustic lattice waves deduced from the 
general lattice theory. The validity of these results is, however, restricted probably 
only to central interactions, because a symmetry relation used was based on an 
identity obtained by using arguments involving divergent expressions in the manner 
sketched above. The symmetry relation is found to be satisfied in the case of central 
interactions, but only after explicitly using the condition (ii). Since in the derivation 
of the identity, (ii) was not used, the result is obviously not reliable. (It is perhaps 
well to emphasize that we are referring here to the failure thus far of attempts to give 
the general expressions for the elastic constants, which hold for arbitrary inter¬ 
actions. Various existing calculations of elastic constants for specific types of 
crystals are of course not subject to the above difficulty, because certain assumptions 
concerning the forces are made to begin with, so that the energy density of a homo¬ 
geneously deformed specimen can be obtained by special considerations.) 

It will be shown that these various difficulties can be overcome by correctly 
developing the long-wave method. One finds, for instance, that without the 
symmetry relation we have mentioned, the lattice wave equation and the ordinary 
elastic wave equation are not in general compatible. In §3 the compatibility con¬ 
ditions are deduced which appear in the form of certain symmetry relations. Since 
the ordinary elastic wave equation presumes that there are no existing stresses 
(see § 4 ), these compatibility relations express obviously in part or in full the con¬ 
dition (ii). When one assumes these relations fulfilled, the explicit expressions for the 
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elastic constants are uniquely determined b}’' the comparison. Hence these are the 
correct expressions, subject of course to the condition that the configuration has 
actually no stresses. 

In order to decide whether or not the compatibility conditions express condition 
(ii) completely, in §4 the lattice wave equation is compared to the elastic wave 
equation in a medium under an arbitrary system of homogeneous stresses. By this 
means it is shown that the five anisotropic stresses can be exphcitly given in the 
general theory, and the compatibihty relations actually express the conditions that 
these stresses should vanish. The homogeneous pressure is not expressible in the general 
theory. The condition for the latter to vanish can only be introduced explicitly when 
the general theory is applied to an actual case. From the comparison are also obtained 
ten identical relations for the second derivatives of O, expressing the invariance of 
the deformation energy against rotations. 

In § 5 the results are applied to the special example of central interactions which is 
thought advisable owing to the indirect procedure by which the results have been 
established. 


2. The example oe a linear chain 


By way of a simple example, we shall illustrate the peculiar difficulties in the 
general theory. Consider a chain of identical particles interacting with, the central 
potential <p{r) and take as a reference configuration with the particles at s apart 
along a straight line. The particles are numbered from an arbitrarily chosen particle 
as Z = — 00... — 1 01 2...00. The displacements are restricted along the chain and 
denoted by Ui. 

A homogeneous deformation is obviously described by 


Ur — IS, 


r2* 


1 ) 


where S is the increment in the next-neighbour distance. The energy change per 
particle can obviously be obtained from the interaction energy of particle 0 with all 

AB = + (2-2) 


1^0 


where always the absolute value is used in the argument. Making use of the fact that 

3 j -j- U]^ I 


dui 


= 1 (Z>0), 

= -l (Z<0), 

one can express (2*2) readily as a series in the displacements 


Z4=0 z=^o 


( 2 * 3 ) 


( 2 * 4 ) 


The tension in the chain can be obtained as the energy change per unit increment in 
S, thus /7)\7p\ 

If one works with the scheme of the general theory, the only quantities supposed 
known are the derivatives of the total potential function <I> with respect to the nuclear 


Vol. 203. A. 


12 
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displacements. The derivatiTes can be obtained by differentiatmg the formal 
(divergent) expression of O; 

= + ( 2 - 6 ) 

v w 

One obtains easily, using (2-3), that 

/ao'i _ -i)s+ui>-ui\) \ 

Jo ^ ^ 

r>i v<i 

which is in fact obvious from the symmetry. For the higher derivatives one has for 
instance / \ 

Z"4=Z 

etc. 

In general, in the expression for a derivative of <!> of the 9^th order, only the 9^th 
derivative of ^ appears. 

In this example, there are two points to note: 

(а) For the reference configuration chosen, namely, all particles equally apart, 
(2*7) shows that every particle is at equilibrium so that the condition (i) described in 
the introduction is already fulfilled. Nevertheless, the tension given by (2-5) can 
have any value. Hence, in general, for an infinite lattice model the requirement of 
vanishing stresses clearly constitutes an independent condition. 

(б) Since (0<l>/0%)o identically vanishes, the quantities given in the general scheme 
no longer involve the first derivative of <p. But (2*4), (2*5) show that both the energy 
of deformation and the tension in the reference configuration depend on <}>'. It is 
thus clear that, in general, these quantities are not completely expressible in the 
general theory. This latter fact, as we have already pointed out, makes it impossible 
by straightforward means either to impose the equilibrium condition (ii) (cf. § 1) or 
to deduce the elastic constants. It will be showm in the next two sections how these 
can be done with the help of the equations for long acoustic waves. 


3. CoiVIPABISOX WITK ELASTIC WAVES IN' MEDIA TREE OF STRESSES. 

Compatibility coistditions antd the elastic coxstakts 

In media free of stresses, there are twenty-one independent elastic constants (for 
media under stresses see §4) which may be expressed either in tensor notations as 
A = 1, 2, 3) which satisfy the symmetry relations 

^ay,>SA = 

or in Voigt notations as {p^cr = 1,6) which satisfy the symmetry relations 

Cpcr = (3'2) 
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simply related to by 

= ^pcr9 (S*^) 

With the following correspondence between the two sets of indices: 

ay(ory?A) 11 22 33 23(32) 31(13) 12(21)1 

p(orcr) 1 2 3 4 5 6 J ^ 

The elastic wave equation for a plane wave with the amplitude ii and wave- 
number vector y can be expressed in tensor notations as (cf. II): 


po)\y) = 47r2 S (2 Oa^yjxyyyx) (^*5) 

fi yA 

where (j){y) is the frequency and p the density. 

Equations have been deduced for long acoustic lattice waves by Begbie & Bom 
(I) for non-ionic cr^^stals and by Huang (II) for ionic crystals, using the general 
theory. If the piezoelectric field is ignored in the equation given by Huang, these 
equations can be written in both cases as 


po)^(y) = 47r2 S (2 {ay,/9A} y y,) u^. (3-6) 

fi yn 

The curly bracket expressions are certain combinations of the second derivatives of 
the formal potential O of the infinite lattice. In order to exhibit its fuU symmetry, 
we shall here give it in the following form: 


{ccy, y?A} = [ay?, yA] + (ay, /?A). 
Their explicit expressions are 


(3-7) 


Cay?,yA] = 


[xyJX) = S {S S S 

I kl' [ r fcifca pv 






{3-8) 

(i)!' 


(3-9) 


non-ionic 

case; 


^a ^k' 


(3T0) 


0^7.m = 2 r,,(A:^r) (2 0%^^ {Vh) (2 («') 


lomc case. 


kTk’^ pv 

The symbols in (3*8) and (3*9) will be explained in §5, when the results are applied 
to central interactions; to save space the reader is referred to the original paper (II) 
for the definition of the s 3 anbols in (3*10) and (3*11). For the moment it suffices to 
know the following symmetry relations between the new bracket expressions which 
we have introduced: 

[a-P, yA] = [/?a, yA] = {ccfi. Ay], (3-12) 


{txy,fiX) = (ya,/?A) = {pX,ixy), 


(3-13) 


i.e. both brackets are symmetric in both pairs of indices, whereas the round brackets 
have the additional symmetry for an interchange between the pairs. Equation 


12-2 
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(3*12) follows directly from the definition of the quantities involved and (3*13) is the 
consequence of the invariance condition for rigid rotations* 

The lattice wave equation (3*6) has been obtained only under the assumption that 
all the first derivatives of €> vanish (equihbrium condition (i) m the Introduction). 
The elastic wave equation (3*5), together with the S 3 nnmetry requirements (3*3) on 
the elastic constants, holds, on the other hand, only for a medium free of stresses; 
hence let us assume that the reference configuration underlying the lattice wave 
equation also fulfils the condition of vanishing stresses (equihbrium condition (li)). 
U7ider this assuruption, equation (3 6) must be completely equivalent to the equation 
(3*5) together, of course, wdth the respective symmetry requirements on the 
coefficients appearing in the equations. Comparing the coefficients in these equations, 
one obtains 

yA 

or, since y is arbitrary. 


yA 


^xy,^X~^^0LX,fiy — {ciyJX} + {a.XJy) 


■■ yA] + {ay, fik) + (aA, ^y). 


(3-15) 


These relations must be satisfied subject to the symmetry relations (3*1), (3*12) and 
(3*13) for the elastic constants and the bracket expressions. 

Let us regard (3*15) as equations determining the elastic constants Since 

(ay, ^X) satisfy the same symmetry relations as write 

Cay.M = + (ay. (3-16) 


and substitute (3-16) in the equations (3-15). Thus must be solutions of the 


following equation: 


+ = 2[a/?,yA] 


(3-17) 


subject at the same time to the symmetry requirements: 

(®) = dyc,,fix-> 

(^) ^ctr.yJA = dfx,ay (3'18) 

We notice in the first place that if one only assumes the symmetry relations (a), 
the solution is already uniquely determined by (3-17). For, supposing that there are 
two such solutions: and their difference 

^d^y,/SX ~ day,fiX~docy,^X 

must clearly satisfy the following equation: 

^<iayjx + ^d,x,fiy = 0. (3-19) 

Re-labelling a and y as y and a, we can also write (3-19) as 

^dyo^jx+^d^Kpa = 0. (3-20) 

Owing to the assTimed symmetry between the first pair of indices, the first terms in 
(3-19) and (3-20) are equal. Hence, on subtracting (3-20) from (3-19), one obtains 

= (3-21) 
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Let us permute tlie first pair of indices in both terms, which is obviously permitted 
by the assumed symmetry, and afterwards re-label A, a, y as a, y, A, thus obtaining 

(3*22) 

Adding this equation to (3-19) we find 


ay, fix — 


(3*23) 


^ay, y?A 


, therefore necessarily equal, showing that with the assumed sym¬ 

metry between the first pair of indices the solution of (3-17) is unique. It is easily 
verified that ^ y;^] ^ - [jdA, ay] { 3 - 24 ) 

satisfies (3*17) and, moreover, possesses the assumed symmetry between a and y. 
Thus it is the only possible solution. 

The solution is not in general compatible with the sjmimetry requirement (3*186). 
In fact, on substituting (3*24) in (3*186), a number of compatibility conditions on the 
square brackets are obtained. The interpretation is obvious. Since these results are 
obtained under the assumption that the reference configuration is free of stresses, 
these compatibihty conditions clearly express the necessary conditions on the bracket 
expressions for vanishing stresses. 

Let us now deduce these conditions explicitly. On substituting (3*24) in (3*186), 
one obtains [yjy^ ^A] - [/3X, ay] = [aA, ^y] - [ay, yffA], (3-25) 

Re-labelhng JS, y, a, A as y, /?, A, a, one can write the relation also as 

Aa] - [ya, A^] = [Aa, yfi] - [A/?, ya]. (3*26) 


Adding (3*25) and (3*26) and remembering the symmetry relations (3*12) for the 
square brackets, one obtains readily 

[yffy,aA] = [aA,/?y]. (3*27) 

These are thus the necessary conditions for the reference configuration to be free of 
stresses. 

The expressions for the elastic constants are obtained by substituting (3*24) in 
(3-16)*: c,^^^^ = [a/3,yX] + [ry,aX]-[rXay] + {ayJX). (3-28) 

It is, of course, understood that the bracket expressions are to be calculated for the 
reference configuration free of stresses. For this configuration (3*27) is satisfied; it 
is easily verified with the help of (3*27) that the given by (3*28) satisfy all 

the symmetry relations (3*1) as well as the equation (3*15). 


4. COMPABISOX WUTH THE ELASTIC WAVE EQUATION IN A MEDIUM UNDER STRESS 

The above method provides the general expressions for the elastic constants, but 
for a better understanding of the state of stresses and the significance of the con¬ 
ditions (3*27), a different procedure has to be followed. Thus we make no assumption 

* The elastic constants are given in I and U as equal to {ay, fiX} on the basis of the 
symmetry relations {ay, fiX} = {ya, /?A} = {^A, ay}, which, as explained in § 1 , are not generally 
valid, {ay, ^A} and equal only when the second and third terms accidentally cancel 

in (3*28), such as in the case of central mteraction (§5) and probably also in other eases with 
particularly simple crystal synametry. 
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about the reference configuration underlying the lattice wave equation (3-6) and 
compare the latter directly with the elastic wave equation in a medium which may 
be under any arbitrary system of homogeneous stresses. 

In most standard treatises, general discussions of elasticity for media under 
stresses are not given.* The equations we shall require can, however, be obtained 
quite readily; the derivations are given in §6, the appendix. Let us consider 
a specimen which may initially be under any homogeneous stresses and denote the 
position vector of a point in it by x. A homogeneous deformation is defined as 

«a(x) = S (^‘ 1 ) 


where u(x) is the displacement vector of a point at x. The energy density due to the 
deformation is a function of and can be represented by a Taylor expansion 


H^ay,BX '^Qc.y * 


where 


ap 


ay fix 
^cty^fiX ^fiXiCx.y’^ 


(4*2) 

(4-3) 


If the specimen in the deformed configuration is rigidly rotated, the energy density 
isJE must obYiously remain invariant. It is shown in the appendix that this invariance 

reqwMSthat 

^aX ^fiy ^ ^yX^fia + ^ay,fiX ~ ^ya.,fiX ~ 


For comparison with the lattice wave equation (3-6), we require only the elastic 
wave equation including up to quadratic terms of the wave number. The equation 
is obtained in the appendix and has a form very similar to the ordinary wave equation 

(S4y,AA2/r2/A)^y5- (4-6) 

fi yX 

The difference from the above case is not so much in the wave equation as in the 
different symmetry relations (4*3), (4*4), (4*5) for we notice, are 

the existing stresses in the 'undeformed’ specimen. If we equate them to zero, 
should become the ordinary elastic constants seen that (4*3), (4*5) 

actually reduce, in that case, to the symmetry relations (3T) for 
The comparison of (4-6) with the lattice wave equation (3*6) leads to 


Say. fix + = {^ 7 ^ A} + {^A, / 3 y} 

= 2[a^, yA] + (ay, /?A) + (aA, /3y), (4*7) 

(4*7), together with the symmetry relations (4*3), (4*4), (4*5), can be regarded as 
a system of equations determi n ing 8 ^^ >Say,)ffA* obvious from the special example 

given in § 2 that the solution cannot be completely determinate. For in that case, all 
the stresses 8 ^^ would be explicitly expressed, which directly contradicts the special 
example. In fact, we shaU find that apart from 822 + 8 ^^ which is perfectly 

arbitrary, the values of 8 ^^ are otherwise completely determined by the equations. 


In fact, the only discussion of this tj^ I have found (Brillouin 1946 , p. 232) is apparently 
in error precisely in parts which would concern the following considerations. 
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It is convenient to introduce instead of ^afi,yx unknowns which are defined 

+ + + (4-8) 

It has already been shown in the preceding sections that the four terms enclosed in 
the curly brackets satisfy equations of the form (4*7), and, moreover, taken together, 
are symmetric in ay Hence on expressing in terms of we find that (4*7) 

reduces to the requirement that x^^^y^ is antisymmetric in the last pair of indices 


yA Ay* 


(4*9) 


In terms of x^^^y^ the symmetry relations (4*5) remain relatively simple: 

^olX ^yA yA “ ^y^, aA = ^* ( 4 * 10 ) 

The simple relations (4*3), on the other hand, assume the more complicated 
appearance 


rA + [^7= aA] - [/?A, ay\ = + [aA, ^y] - [ay, ^A]. 

If in (4*10) we put 
the relation reduces to 


(4*11) 


^aA = (^4=/?)* (4*12) 

The expression on the right must obviously be independent of /? so long as y?4=a. 
For A 4= a we can put y(? == A, hence 


^aA ^AA,aA“"^aA,AA ““ ^AA,aA (i^^ + A), (4*13) 

where vanishes owing to the antisymmetry requirement of (4*9). For a = A, 
the first term in (4*12) vanishes for the same reason, leaving 


This implies of course that is independent of if /? 4= a. 

Now that are expressed in terms of ^ay?,yA» proceed to obtain as far as 

possible the solutions for the latter. Clearly, at least two of the indices in x^^^y^ will 
be identical; we shall obtain the solutions separately for difierent positions of the 
identical indices: 

(а) x^^^yy\ It follows directly from the antisymmetry requirement (4*9) that 

^ct^,yy = ^* (4*15) 

(б) x^^^yx* On putting /? = a in (4*11) we obtain, with the help of (4*9), that 

^aa,yA = ^T] ^ (^dB) 

(c) If we restrict ourselves to the case a + A, a4=/?, we can combine (4*12) 

with (4*13) and obtain 

“ ^/?y^,aA“'^AA,aA (^ + A, a + y?). 

Both terms are of the type given under (b) and may hence be written in terms of the 
square brackets by suitable re-labelling of the indices in (4*16); 


M] [^^3 Aa] 4- [Aa, AA] (a 4= A, a+yff). (4* 17) 
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{i) yf. Owing to the antisymmetry in the last pair of indices, 

If a=f a + y, this case is immediately reduced to case (c) by re-labelling A as y in 
(4-17)- 

(a4=/?, a + y). (4-18) 

(e) Tor this case, we obtain, on putting A = a in (4-11), 

+ [Ar. aa] - [y?a, ay] = -1- [aa, ^y] - [ay, ^a]. 

If we consider only the case + a, /? 4= y, becomes of the type given in (c) and 

may be e limin ated after re-labelling a, y^, A in (4-12) as a, y. Thus w-e obtain 

= [^=/^7]“ty^'y>‘^'^l“['yy=rA]+['y/^>7r] (/^+a, ^4=y). (4-i9) 

(/) aA- fbis case is reduced to that above by the antisymmetry 

relation 

= -^x§,xx = -[aa,/5A]-F[y5A,aa]-f-[AA,A/?]-[A/?,AA] (/?4=a,/? + A), (4-20) 

where (4*19) is used with y re-labelled as A. 

The cases listed above (the inequality restrictions on the indices in (4-17) to (4*20) 
are particularly to be noticed) cover, in fact, consistently and completely all possible 
forms of ©3:cept the following: 

^cLfi,pa. “ (^4=/?)* 

This case is related to the stresses (4* 14) and cannot be completely expressed in terms 
of the square brackets. The various individual cases are related by 

^11 ~ “ ”‘^ 13,31 “ % 2,12 ^ 13 , 13 ’ 

-^22 = “^ 23,32 ~ ^ 21,12 “ ^ 23,23 “ ^ 21 , 21 ? f ( 4 * 21 ) 


^33 — ^ 31,13 “ ^ 32,23 “ ^ 31,31 ^ 32 , 32 * 

The differences between these stresses are determined by (4-11). For we can write 


>822 = ^21,12 ^12,21> 

(4-22) 

^22 ^33 ~ ^32,23 ”^23,325 

(4-23) 

^33 “’^11 ^13,3113- 

(4-24) 

The right-hand sides of the equations may be expressed in 
brackets by putting a = A = 2, ^ = y= l; a = A=3, /? = 7 
^ = y = respectively in (4*11). One obtains in this way: 

terms of the square 
= 2; and a = A = 1, 

^11^^22 = [22,11]-[11,22], 

(4-25) 

>S22'-^33 = [33,22]-[22,33], 

(4-26) 

^33-^11 = [11,33]-[33,11]. 

(4-27) 


Let us introduce the average pressure 


P ~ ~4(^U + fi^22 + ^33)j 


(4-28) 
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which, we find not expressible in the general theory. Combining {4*28) with (4*25)5 
(4*27), one finds that 

^11 = + ir[225 11 ] + [33,11] - [11,22] - [11, 33]}. (4*29) 

^ 22 ? ^33 obtained by cychc permutations. With the help of (4*21) all the 

quantities of the form similarly expressed in terms of p and 

the square brackets. 

We shall complete the description of the solutions by giving S^^(a ={= A) in terms of 
the square brackets. Let us put a = A in (4*16). and then re-label y as a. By (4*13) 
the result is equal to hence 

Sax = Aa] - [Aa, AA] (a + A). (4*30) 

Since is expressible in terms of x^^^y^ by (4*8), we have thus expressed all 

Saj5^ Saj5jx terms ofp and the brackets. These will be the solutions of (4*4), (4*5), 
(4*7) only under the assumption that a solution exists This has to be verified by 
substituting the above expression for S^y^^ in the equations. In fact, the 
equations are not identically satisfied in this way, one obtains instead ten identities 
which are thus the conditions for the existence of the solution. Since it is obvious, 
from physical grounds, that the solutions must exist, these identities must necessarily 


be satisfied by the brackets. The identities are 

[22,11] -f [33, 22] -f [11,33] = [11,22] -f [22, 33] + [33,11], (4*31) 

[21,13] = [31,12] and two more by cyclic permutations, (^*32) 

[22.23] - [23,22] = [33, 32] — [32,33] and cyclic permutations, (4*33) 

[33.23] — [23, 33] = [11,23] — [23,11] and cyclic permutations. (4*34) 


Since they have been obtained without making any special assumptions apart from 
the rotational invariance condition in the elastic theory expressed by (4*4) and (4*5), 
they must clearly express the corresponding invariance conditions in the lattice 
theory. These relations are thus automatically fulfilled in any special example. 

The interpretation of the fifteen necessary conditions (3*27) for vanishing stresses 
is now obvious. We notice that if they are fulfilled, it follows from (4*30) that 

SaA = 0 (^^ + A) ^ 

and from (4*25) and (4*27) that 

^ 11 “ ^22 ~ ^33 “^11 “ 

These are thus sufficient conditions for all the anisotropic stresses to vanish, leaving 
undetermined only an isotropic pressure: 

Sii — S22 = S33 = — 

Moreover, the ten invariance relations (4*31) to (4*34) are seen to be identically 
satisfied in this case. Thus what have been described as the necessary conditions for 
vanishing stresses are in fact equivalent to the five conditions for vanishing aniso¬ 
tropic stresses plus the ten invariance conditions. Since the latter are automatically 
ful fi lled in any case, only five relations are actually imposed by (3*27), which clearly 
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deterroine the shape of the lattice cell. Only in a special example can the condition 
for vanishing pressure be formulated, which will determine the equilibrium size of 
the lattice cell. 

5. Ceotral forces 

To illustrate the above results, it is sufficient to apply the theory to cases where 
each lattice point is a centre of symmetry. For the latter assumption only makes the 
round brackets (3-9) vanish (see below), whereas the various identities and conditions 
obtained in the last two sections concern only the square brackets (3*8). 

One consequence of the assumption of periodicity is that the second derivative 


depends on the lattice cell indices 1,1' only through the difference 1 — T. Thus in the 
general theory it is denoted by 






In (3-8) the derivatives appear in this form; the remaining quantities and 
are respectively the lattice cell volume and the relative lattice vector defined by 




Let be the central potential between lattice particles of the types k and 

¥, The second derivatives can be obtained by differentiating the formal expression 
of the total potential O, namely, 


^ = |x 

Ik Vk' \ I 




'Sfliere the prime excludes 


, j, and the absolute magnitude of the vector 


indicated is always taken for the argument which is, of course, just the distance 
between and in their displaced positions. Remembering that 
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one finds readily that for =(= 


i ""u-feV I) """(^7 

where D is the operator (for this and other details, cf. series of papers headed by 
Born 1940 ) 2 g 


Before using (5-4) to discuss the general result, one notices that the round brackets 
vanish in this case because it follows from the definition that 


For then if every particle is a centre of symmetry, any other particle in the lattice 
will have an identical particle diagonally on the other side; hence, in a summation of 
the type 

S ^attl I ^y\ 1.7J I j 


their contributions cancel by pairs. Physically this result is obvious. The round 
bracket represents the effect of the shift of the particles in the basis during a homo¬ 
geneous deformation (cf. II). If every lattice particle is a centre of symmetry, 
obviously no such shifts wiU occur. 

Substituting (5*4) in (3*8), one obtains 

[«A rfl I ’‘{kr) ) 

“'(tt-) (1 1 ) ■ 


The ten identities (4*31) to (4*34) are immediately seen to be satisfied. The second 
term in (5*7) is symmetric in all four indices and consequently drops out of these 
identities directly. In (4*31) the (J-symbol becomes unity in aU terms and the two 
sides become the identical sum of three terms. (4*32), owing to the ^-symbol, reduces 
simply to 0 = 0 . In (4*33), only the first terms on the two sides survive; in these 
terms the ^-symbols become unity and the remainders are obviously identical. 
Exactly the same argument applies to (4*34). 

The shear stresses in the co-ordinate directions gi'^on by substituting 


(5*7) in (4*30): 


Ikk 




which agree with the expressions for the stresses given by Love (1944) for a simple 
lattice, and by Born ( 1923 ) for the general case. 

To give the tensions in the co-ordinate directions, one has to work out the average 
pressure from the given potential. For this purpose, consider an isotropic expansion 
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The corresponding energy per unit cell can be written as 


(5-10) 




k’ 


a) 




{l + S) 


[kk' 


During this expansion each edge of a unit cube is increased by 8 in length; hence 
macroscopically the work done on the cube is 


+ ^22 “h ^33) 8 = — Zp 8 . 


(5*11) 


This is equal to the energy increase in unit volume which can be obtained by dividing 
\jE by Hence 




— 2 
ly-' 




kk' 


(5-12) 


Using this value for in (4-29), one finds 


-Sfn = 


-p + 


Tkk 


^ S 

IW 




(5-13) 


wliich again agrees with the results of Born and Love. 

To obtain the elastic constants, it must be required that all the stresses vanish. 
It follows from (5*13) and (5*8) that the first term in [a/?,7A] vanishes. [a/?,7A] 
thus becomes symmetric in all four indices. Furthermore, as the round brackets 
vanish, the expression (3-28) for the elastic constants reduces to 


= (5-14) 

The six relations expressing the complete symmetry in the four tensor indices are 
the Cauchy relations, usually expressed in Voigt’s notation as 


<^23 — ^ 44 ’ ^31 ~ ^12 “ ^ 66 ? 

^14 ~ ^56? ^25 ~ ^46J ^36 ~ ^45* 

Recently, Epstein (1946) has expressed doubts concerning the derivation of these 
relations. Zener (194?) later emphasized that these relations are valid under 
three assumptions: (i) central forces, (ii) every point a centre of symmetry, 
(iii) vanishing initial stresses.* The way in which (ii) and (iii) affect the Cauchy 
relations is clear from the above derivations; the presence either of the round bracket 
(ii) or the first term in (5-7) would invalidate these relations. It appears, however, 
that (iii) should be considered a prerequisite for any definition of the elastic constants. 
The symmetry relations (4*5) in the more general case with stresses show that 
satisfy the usual S3rmmetry relations (3*1) for the elastic constants. 

* This condation is apparently not heeded in tables II, III given on p. 236 of Brillouin’s 
book (Briilouin 1946), where the number of ‘elastic constants’ has been reduced by 6 with 
Cauchy’s relations for crystals under stresses. 
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Voigt’s notation would, for instance, become quite inapplicable Thus one could 
hardly regard as the elastic constants in the usual sense and (iii) cannot be 

considered a special restriction applying only to the Cauchy relations. 

6. Appei^tdix Elasticity for media under arbitrary^ homogeneous 

STRESSES 

The coefficients in the expressions (4*2) for the energy of deformation are not 
completely independent owing to the requirement of rotational invariance. Let us 
subject the arbitrarily deformed system to an in&iitesimal rotation rigidly. 
A point originally at x has the position vector 

(6-1) 

in the deformed configuration. If the infinitesimal rotation is specified by the 
antisymmetric matrix 

= ( 0 . 2 ) 

the same point after the rotation is moved into 

+ S + S + S (6*3) 

y 

Since this is still linear in the original co-ordmates the combined deformation and 
rotation is once more a homogeneous deformation of the type (4*1), in fact, with the 
deformation components 

+ + (6-4) 

r 

The energy density corresponding to this state is obtained by substituting this 
expression in the expansion (4-2), thus 

= S + S ^ + (^yA + ^yA) ^a;5,yA + 

oifiy clB yA 

(6-5) 

The rotational invariance requires that this expression is to the first order inde¬ 
pendent of Hence (6*5) may be differentiated with respect to I) 

and the result set equal to zero: 

+ S W/.'Sa/* - 

+ S(*S^^,yA-'S/a,rA)“yA + liigliertermsintt„^= 0. (6-6) 

yA 

This relation obviously holds for any arbitrary values of ; hence the various 
coefficients must identically vanish: 

(6-7) 

^aA^/5y“^AA<^ay + ^ay?,yA“‘^/?a,yA ~ 6. (6*8) 

(6-8) is most easily obtained in this form by differentiation with respect to Uy^. 
(4*5) used in the text is the same as (6*8) with /?, y re-labelled as y, f. 

On p. 232 of Brillouin’s book (Brillouin 1946 ) ^^y,^ stated to fulfil the S 3 un- 
metry relations (3*1) of the ordinary elastic constants, for any state of initial stresses 
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In view of (6*8), this is apparently an error. In fact, had satisfied the 

relations (3*1), the comparison in §4 would become identical with §3 with the 
consequent requirement of the fifteen conditions (3'27), which would, as we have 
seen, give vanishing values for all the anisotropic stresses. 

With the given energy of deformation the wave equation we require can be 
obtained by constructing the Lagrangian 

L = (6-9) 

From the Lagrangian the Euler equations can be obtained by applying the 
variational principle in the usual way: 






For a plane wave 
(6-10) reduces to 


_ / 9%(x) 


u exp {27riy*x— io)t}, 




( 6 ‘ 10 ) 

( 6 - 11 ) 

( 6 ' 12 ) 


In the wave, the deformation is, of course, nowhere uniform, and the energy 
density will in general be a function of the higher derivatives of the elastic dis¬ 
placement u. We could, for instance, represent the energy density by an expansion 
in terms of all the derivatives. However, by working out one or two of the lowest 
terms, such as the mixed term {du^ldXy)^ {d^Uyjdxx'^x^Q, one immediately finds that 
they will only give rise to terms in the wave equation higher than the quadratic in 
the wave-number components. Since the lattice wave equation (3-6) only includes 
up to the quadratic terms, the effects of the non-homogeneous strains are irrelevant 
for the present discussion. 
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The surface impedance of superconductors and normal 
metals at high frequencies 

V. Analysis of experimental results for superconducting tin 

By a. B. Pippabd, The Royal Society Mond Laboratory, University of Cambridge 
{Communicated by Sir Lawrence Bragg, FR.S.—Received 16 March 1950) 

For the purpose of analyzing the experimental results presented in the earlier parts of this 
series the concept of a two-parameter two-fluid model of superconductivity is developed, and 
it IS shown that current theories are special cases of this model The greater part of the 
analysis is carried out by dimensional arguments based on the model. The part played by the 
resistive mechamsm in modifying the surface reactance is discussed, and it is concluded that 
the temperature variation of mductivo skui depth at the lowest temperatures represents the 
variation of the superconductmg penetration depth The dependence of this quantity on 
crystal orientation is different from what would be expected from the theory of London & 
London, and it is concluded that there may be grounds for doubting the validity of this theory, 
or at least its application to high-frequency phenomena. The dimensional analysis of the 
resistance measurements shows them to fit reasonably well into the framework of the two- 
fluid model, but the implications of the particular form of the model which is deduced from 
the results are m disagreement with other general considerations. In particular, the resistance 
is found to vary too slowly with frequency and with the fraction of normal electrons The 
conclusion is drawn that the two-fluid model as formulated here does not give a satisfactory 
accoimt of the phenomena, and that tho detailed theories which belong to this category 
therefore also fail. 


The two-fltjid model op sitpebconductivity 

When we attempt to analyze the results of measurements of the high-frequency 
impedance of superconducting tin described in the previous papers of this series 
(Pippard 1947 , 1950 ), we must start with some model of a superconductor. Now 
there have been many theoretical treatments of superconductivity, ranging from the 
purely phenomenological theory of London & London ( 1935 ) to the more detailed 
electron theory of Heisenberg ( 1947 ), and it is not convenient to work out completely 
the high-frequency effects to be expected in each model. We shall therefore begin 
by looking for some common principles underlying all these theories which may be 
used as a starting-point for the analysis. Naturally, the more theories we embrace 
in our treatment the less detailed must the treatment be, and in fact what we shall 
attempt here is to find a basis for a dimensional analysis of the experimental results. 
The extent to which the results agree with the dimensional analysis may be taken 
as a measure of the validity of the basic principles of existing theories of super¬ 
conductivity. 

So far as high-frequency phenomena are concerned the theory of London & London 
yields the same results as the earlier acceleration theory of Becker, Heller & Sauter 
( 1933 ), which was extended by H. London ( 1934 ) to include resistive effects and used 
by him in discussing his measurements on tin at 1500Mc./sec. (H. London 1940 ). 
He assumed that the electrons in a superconductor might be thought of as belonging 
to either of two independent groups, superconducting and normal respectively. The 

[ 195 ] 
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current density J at any point could thus be considered as the sum of contributions, 
Jg and from each group, and the equations governing the dependence of each 
current density on the electric field E were written as follows: 

AJ,=‘E, ( 1 ) 

and J 72 , = crE, ( 2 ) 

where cr is the 'ejffective conductivity’ of the normal electrons, not necessarily the 
same as the conductivity of the normal metal. With these and Maxwell’s equations 
it is a straightforward matter to calculate the surface impedance at any frequency 
as a function of the two parameters A and cr. 

Now we saw in II that the occurrence of the anomalous skin effect at low 
temperatures renders equation ( 2 ) incorrect, and in fact the dependence of on 
E is governed not by a single parameter, o', but also by Z, the mean free path of the 
conduction electrons. When, however, the conditions in a normal metal are such as 
to make I very much greater than the depth of penetration of the field into the metal, 
the resistance becomes independent of cr, and the current is again governed by only 
one parameter, cr/Z, which is given for a free-electron model by ne^lmv. This result 
was applied semi-quantitatively in III to a superconductor by the use of the 
ineffectiveness concept, and since then the detailed theory has been worked out by 
Sondheimer (unpublished)* and by Maxwell, Marcus & Slater ( 1949 ), using equation 
( 1 ) for the supercurrent and the appropriate integro-differential equation (Reuter 
& Sondheimer 1948 , equation (14)) for the normal current. These calculations show 
that in the superconductor as well as in the normal metal it is the ratio crjl which 
determines the behaviour of J^, provided that I is much greater than the skin depth, 
thus the surface impedance is again governed by only two parameters, A and cr/Z. 

These models are typical of what we shall refer to as ' two-fiuid models ’ of a super¬ 
conductor, by analogy with the similar model of liquid helium. From the point of 
view of the analysis which will follow the essential feature of the models is that 
already remarked on, that the electrodynamic equation may be broken up into two 
separate equations, describing .the supercurrent and the normal current inde¬ 
pendently. Apart from this the equations, if they are to account for the experimental 
results, must be hnear, since the impedance has been found to be independent of the 
strength of the measuring current, for the small currents used in this work at any 
rate. The particular two-fluid models which we have considered so far also have 
another property, that only one parameter is needed to describe each contribution 
to the total current, and these models may therefore be termed Hwo-parameter 
two-fluid models’. 

There is some justification for the view that superconductivity may be described 
by such a two-fluid model, in that it was shown by Gorter & Casimir ( 1934 ) that the 
thermodynamic properties of a superconductor may be adequately described by 
writing the free energy of the electron assembly as the sum of two contributions, due 
to the superconducting and normal electrons respectively. Moreover, the variation 
with temperature of the number of super-electrons in this representation agrees weU, 


* I am grateful to Dr E. H. Sondheimer for making available these unpublished calculations. 
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as was pointed out by Daunt, Miller, Pippard & Shoenberg (1948), with the observed 
variation of the penetration depth. Thus the thermodynamic and magnetostatic 
properties of superconductors may be consistently described by a two-fluid model 
which combines the equations of Gorter & Casimir and of London & London. The 
importance of measurements at high frequencies lies in the fact that they enable 
this scheme to be subjected to further experimental test, since, alone among 
experiments on superconductors, they give fairly direct evidence concerning the 
behaviour of the normal electrons. 

Now the models discussed so far are very little further advanced than phenomeno¬ 
logical theories, no attempt having been made by their authors to show how electronic 
interactions in real metals might give rise to the characteristic two-fluid behaviour. 
Recently, however, there have been proposed two much more detailed theories of 
superconductivity, by Heisenberg (1947) and by Born & Cheng (1948), and we shall 
examine the relevant portions of these theories to see whether they may be regarded 
as essentially two-fluid theories. Both these theories have been subjects of con¬ 
siderable controversy, and it is not proposed here to add to the criticisms which have 
been levelled against them, but rather to examine their imphcations with regard to 
high-frequency effects in an endeavour to subject them to experimental test. In 
the theory of Born & Cheng it appears that the supercurrent is to be regarded as 
arising from the asymmetric orientation of filled and unfilled corners of the first 
Brillouin zone that is not completely occupied. Presumably those electrons which 
occupy the next higher zone will play no part in the process which, it is claimed, 
causes the corners of the first zone to be unequally filled, and under the influence of 
an electric field will therefore behave in the same way as the electrons in a normal 
metal. If this is a just interpretation of the model it is without question a two-fluid 
model of the type discussed, but confirmation of this view must await a more detailed 
statement of the theory. 

A great deal, on the other hand, has been written about the theory of Heisenberg, 
so that it is easier to discuss its relation to the two-fluid model, which, at first sight, 
appears to be slight on account of the strong interaction between the condensed and 
uncondensed electrons. A concise account of the theory, together with references to 
fuller treatments, is to be found in Heisenberg’s lecture (1949) shall not 

recapitulate what is so clearly expounded there. The treatment of the electro¬ 
dynamics of this model is carried out by Heisenberg first on the assumption that 
mean free path effects may be neglected, and is then modified by the use of the 
ineffectiveness concept to take account of the long free path compared to the 
penetration depth. Here we shall depart from this method of approach and attempt 
to formulate the problem a little more precisely. An electric field acting on the 
electron assembly, of which a small fraction is composed of a condensed phase, the 
'electron-lattices’, moving with the Fermi velocity, transfers momentum to all the 
electrons and sets up a current in the metal. The effect of the field on the electron 
lattices is, however, small in comparison with the effect which arises from interactions 
between the lattices and the uncondensed, 'normal’, electrons, which collide with 
the lattices and, if they have had imparted to them any drift momentum by the 
applied field, transfer a fraction of this momentum to the lattices. According to 
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Heisenberg this momentrim transferred to the lattices, which is manifested by a 
change in their directions of motion, is not dissipated by collision with the metallic 
ions and constitutes the snpercurrent. This part of the process may be formally 
described by means of a relaxation time and the relation between snpercurrent 
and normal current may be written thus: 


or, if we consider a periodic process of angular frequency o), 

(S) 


Turning now to the behaviour of the normal electrons, we must take account of the 
fact that while in a normal metal they can lose momentum only by interaction with 
the ionic lattice, with a relaxation time r^, in the superconductor they may also lose 
momentum to the electron-lattices, with relaxation time r^. The resultant relaxation 
time for the normal electrons, is thus given by the equation 


7 



(4) 


and the effective mean free path of the normal electrons, l\ may be defined in the 
usual way as vt\ where v is the Fermi velocity. Apart from this modification of the 
mean free path the behaviour of the normal electrons is unaltered, so that the 
relation between and E may be written immediately in the form given by Reuter 
& Sondheimer (1948): 

(5) 


n 


3cr' 

4:1' 


Tc 




in which cr'IV is the same as crjl for the normal metal, i.e. ne^jmv, and 


k{u) 




0-~sN 


Since we are interested only in the form of the equations we have taken for simplicity 
a value unity for the surface reflexion coef&cient. From equations (3) and (5) we 
may write down the relation between Jg and E 


Js = 


So-' C” j(x-t\ 

4ioyT,v].J^\ ) 


E{t) dt. 


( 6 ) 


Equations (5) and (6) show that although the supercurrent arises mainly from 
interaction between the normal electrons and the electron lattices, the two con¬ 
tributions to the total current may nevertheless be written independently. Heisen¬ 
berg’s model thus is to be regarded as a two-fluid model in the sense in which we have 
used the term. In its general form it is a model which is defined by more than two 
parameters, but under certain conditions all but two become unimportant, as we 
shall now show. 

If the total current be written as the sum of and Jg an equation for E may be 
derived with the help of Maxwell’s equations 


d^E __ Zttct' 




(7) 
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This equation has the same form as Reuter & Sondheimer’s equation for the normal 
metal, with I replaced by V and cr by cr'(l + 1/iwr^). If then V is much greater than the 
penetration depth A, a condition which seems likely to hold in a real superconductor, 
the surface impedance Z may be written in the asymptotic form derived by Renter 
& Sondheimer, with appropriate modifications, 




( 8 ) 


We may note that if the frequency is low, so that WTg<^l, equation (7) becomes 
purely real: 

5? —L.K— 


and the surface impedance correspondingly becomes purely reactive and proportional 

Z, = . 


Thus the surface inductance, ZJio), is independent of frequency, for not too high 
a frequency, and the corresponding penetration depth, A ( = ZJ^nio)), is also inde¬ 
pendent of frequency. Equation (9) is interesting as an example of an equation which 
reproduces the experimental requirement of a frequency-independent penetration 
depth, and yet is not a point-relationship like the London equation. If we substitute 
A into equation (8), the surface impedance takes the simple form 


Z = 47ria)A(l+ia>T^)"^. 


( 10 ) 


Provided, then, that the mean free path is sufficiently long, Z is determined by only 
two parameters (apart from to), A and and Heisenberg’s model is reduced to a two- 
parameter two-fluid model. 

In view of the preceding discussion there is some relevance in discussing the 
experimental results obtained at high frequencies in terms of the two-parameter 
two-fluid model, and the first stage in the discussion will be to make a dimensional 
analysis of the model. Eor this purpose it is necessary to choose two suitable para¬ 
meters, of which one is conveniently taken to be the penetration depth A. It is 
important to note that in making this choice we do not commit ourselves to the 
London theory, since A is from an experimental point of view related to the total 
amount of field penetration into the surface, regardless of whether or not this 
penetration follows an exponential law. The choice of A as an appropriate parameter 
for our purpose depends solely on the assumption that the equation relating and 
E, whether it be equation (1) or (6) or some other, is such that there is only one 
combination of the quantities defining the state of the metal which is relevant to 
the solution of the electrodynamic problem. This condition is obviously satisfied by 
equation (1), and we have shown it to be satisfied also by equation (6) if ^ is sufficiently 
great. Eor the other parameter we have a wide selection available, and in the 
following analysis we shall use several different parameters as convenient. All that 
is necessary is that it shall in some way define the behaviour of the normal component 
of the current, and in addition it is convenient that it should have the same dimen- 
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sions as A. The obvious choice is what may be called Hhe resistive skin depth of the 
normal electrons ’ by this is meant, not that the normal electrons may under any 
circumstances be imagined as acting alone, the supercurrent being somehow 
inhibited, but that if the equation connecting and E be used alone as if it referred 
to the total current, then is the skin depth which the metal would exhibit. But ^' is 
only one of many possible choices, and any combination of and A which has the 
dimensions of length may equally well be taken. 


The surface reactance 

It was seen in III how the presence of normal electrons might cause the inductive 
skin depth at 25 cm. to differ from the low-frequency penetration depth, especially 
near the transition temperature, and we shall now examine this eiEfect a little more 
closely. In particular, the experimental results at 3 cm. presented in IV show that 
at the higher frequency the departure from the simple law which holds at low 
frequencies, A = Aq (1 —is more marked, and we must inquire whether the whole 
of this departure may be ascribed to the resistive mechanism, or whether there is in 
addition a dispersion of A beginning to become apparent. We shall begin by assuming 
that there is no such dispersion and see what results may be deduced by dimensional 
means. 

Let us define, as in III, a quantity x as the ratio, A'/A, of the observed inductive 
skin depth to the penetration depth. Then x is clearly a measure of the relative 
importance of the two groups of electrons, and will be some function of a dimension¬ 
less ratio of the relevant parameters describing the two-fluid model. For one of these 
we take A and for the other defined by the equation 


Sg = JJ/27r(t) = rdj. 


( 11 ) 


where R is the surface resistance of the superconductor at the temperature con¬ 
sidered, r is the ratio, RjRn, of this resistance to the resistance of the normal metal 
just above the transition temperature, and is the resistive skin depth of the 
normal metal. Since dgis determined by both components of the electron assembly, 
it is a suitable parameter in accordance with the principles discussed above. We may 

therefore write ^^ ^, 

X = F{ 8 JX), 

or, since x is itself dimensionless, 


a; = riSJxX) = F'iSJX'). (12) 

In this way x is seen to depend on measurable quantities, since r, 8 ^ and A' are all 
found experimentally. We may note that at very low temperatures, when 8 ^ tends 
to zero and the normal electrons cease to play an important part, x may be expected 
to take the value unity, while at the transition temperature x equals zero, since 
A' becomes equal to 8 ^ and A becomes infinite. Thus x vanishes when the argument 
8 JX' equals 8 ^ 18 ^, which from the definitions of the skin depths is equal to the ratio 
2 BIX for the normal metal. As a matter of interest the function F' has been com¬ 
puted for three models, H. London’s (194^) which ascribes the classical conductivity 
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to the normal electrons, Sonciheimer’s which takes account of their anomalous 
behaviour, and Heisenberg’s (from equation (10)), and the results are shown in 
figure 1. The different limiting values of SJX' are a consequence of the fact that for 
a classical metal X/B = 1, while for the extreme anomalous metal XjB — ^ 3 . 

In order to display the experimental results in this way it is necessary to know 
both A and A' so that x may be calculated. For this purpose we shall assume that 
A varies as (1—25^)-^, in accordance with the results at low frequencies and with the 
behaviour of A' at such low temperatures that A and A' should be equal. With this 



Fioxjbe 1. Influence of normal electrons on inductive skin depth, calculated for different 
models, u, H. London model, with or without ineffectiveness concept; 6, Sondheimer 
model; c, Heisenberg model. 

assumption x may be determined from the experimental measurements of reactance, 
while Sg is calculated from the resistance measurements. Figure 2 shows the variation 
of X with dJA' for a 25 cm. specimen and for the two extreme 3 cm. specimens; the 
curve calculated from Sondheimer’s theory is given for comparison. It is not feasible 
to extend the experimental curves to greater values of since these correspond 
to temperatures very close to the transition temperature where the slight heating of 
the specimen by the measuring current is sufficient to render its precise temperature 
uncertain. It is clear from the curves that there is not very good agreement between 
experiment and the dimensional theory which predicts that all the curves should be 
the same. There are several hypotheses which might account for the discrepancies. 
For instance, the shape of the curves is very sensitive to experimental error, and 
particularly to a misjudgement of the slope at low temperatures of the lines 
drawn in figure 5 of IV, since this affects the initial slope of the curves in 
figure 2; nevertheless, it does not seem possible to account for all the discrepancy 
in this way. Again, the assumption of a simple law for the variation of A with tem¬ 
perature may be in error, though this does not appear likely in view of the results 
obtained at 25 cm. and shown in figure 7 of IV, and the results by Laurmann & Shoen- 
berg (1949) at low frequencies. There are left then the possibilities either that there 
is a new phenomenon, the dispersion of A becoming apparent at the higher frequencies, 
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or that the two-parameter two-flaid model on which the theory is based is not an 
adequate description of a superconductor. In view of the evidence which may be 
obtained on these points from further analysis of the data we shall discuss them no 
further at the moment, but proceed to an analysis of the anistropy of the surface 
reactance audits implications, contenting ourselves with the observation that at any 
rate a substantial proportion of the difiFerence between A' and A may be ascribed to 
the influence of the mechanism which is responsible for the high-frequency resistance. 



Figure 2 . Influence of normal electrons on inductive skm depth found experimentally. 
a, theoretical curve for Sondheimer model, h, experimental curve at 25 cm.; c, experi¬ 
mental curve at 3*2 cm., d = 87°; d, experimental curve at 3*2 cm., d = 62*5°. 

If it be assumed that the whole of the difference between A and A' is caused by the 
resistive mechanism the behaviour of x makes it clear that at the lower temperatures 
the value of A' is the same as the value of A measured with low frequencies or by static 
means. Since, therefore, for small enough t, A'(j^) —A'(0) obeys the same law at all 
crystal orientations, apart from a scaling factor, it must follow that X{t) — A(0) also 
obeys the same law, in accordance with the observations of Laurmann & Shoenberg. 
Although absolute values of A are not determined, but only changes with temperature, 
it seems a natural consequence of this result that A itself obeys the same law, apart 
from a scaling factor, at all orientations, and that the quantity g plotted in figure 
6 of IV is a measure of the value, A^, of A at 0°K. In fact, as was pointed out in IV, 
Ao is given by 14 g. Figure 6 may then be taken to represent the anisotropy of Aq. If 
this interpretation of the results is correct, it casts some doubt on the validity of the 
phenomenological theory of London & London. For their equation connecting J and 
H, curl A J+H ==: 0, extended in the natural manner to anistropic crystals (Ginsburg 
1944; V. Laue 1948) by treating A as a second-order tensor, implies that A, and hence 
A^, may be represented by an ellipsoid. In a uniaxial crystal like tin the ellipsoid 
would be one of revolution about the tetrad axis, and hence A^ should be a linear 
function of cos^ 0, in contradiction to our interpretation of the experimental results. 
This difficulty cannot be avoided by the supposition that Aq is not in fact proportional 
to g, but that Ag rather is a linear function of cos^ 6 , since at higher temperatures this 
linear relation would break down, the increment of A being governed by g. It is 
possible, therefore, that the London equation must be replaced by some other 
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equation, such as equation (6), which is not subject to the restrictions of a point- 
relationship, and which may be consistent with the complicated anisotropy found 
experimentally. 

On the other hand, it may be that the London equations are sound at low 
frequencies, but that at the high frequencies used in these experiments they break 
down as a result of dispersion or coupling between the two groups of electrons. 
Attractive though this alternative hypothesis may be, it must be admitted that the 
experimental evidence does not favour it. For the measured variation of A with 
t follows at the lowest temperatures the same law as at lower frequencies, and more¬ 
over the measured rate of change of A is in good agreement with the observations of 
Laurmann and Shoenberg for those crystal orientations which have been studied by 
the latter. It would be extraordinary if the new effect were to give rise to important 
modifications in the absolute values of A while at the same time the rate of change 
were left unaltered. In addition, the agreement between experimental and theoretical 
values of noted in IV suggests that the method used for estimating Aq for this 
purpose was sound, and that there is consequently no variation of A^ with frequency. 
There have been unfortunately insufficient measurements on the anisotropy of A at 
low frequencies to decide whether this anomalous anistropy also occurs there,* and 
a full understanding of these difficulties must therefore await the necessary experi¬ 
ments, which will be of considerable difficulty with known techniques. All that can 
usefully be said at the moment is that the weight of evidence supports the view that 
Aq is proportional to the measured quantity g, and that the anisotropy exhibited by 
A is not in accordance with the London theory. 

The sxtbeace resistance . dimensional analysis 

The analysis carried out in III of the resistance measurements at 25 cm. made it 
clear that the two-fluid model used there gave at least a qualitative explanation of 
the results. It would be possible to extend the same analysis to the present measure¬ 
ments, but it is more satisfactory to make a more general analysis by dimensional 
means, which will cover as a special case the model previously used. It is well at the 
very start to make clear which of the experimental results are to be used in the 
analysis, particularly as the anomalous anisotropy renders it unwise to draw 
deductions from some of the data. It was pointed out in IV that the surface impedance 
would be expected to vary at different azimuths of the same specimen, in spite of the 
fact that the direction of current flow is the same, since at different azimuths different 
groups of normal electrons will have their directions of motion lying in the surface 
and will make the most important contribution to the resistance. For this reason 
all the values of resistance probably represent some sort of average, and very little 
of quantitative importance may be deduced from the range of variation of, for 
instance, the scale factor Gg. On the other hand, certain of the results are probably 
not the consequence of the averaging process, but represent the local behaviour of 

* The measurements by Laurmann & Shoenberg (1949) on mercury suggest that for this 
metal at any rate the anisotropy is not in conflict with the London theory, but the precision 
of measurement is not quite high enough to make the matter absolutely certain. 
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every point on the surface. The results in this category which we shall use are the 
following: 

(a) The penetration depth A is the same function of temperature t for all orienta¬ 
tions of the surface with respect to the crystal axis, apart from an orientation- 
dependent scale factor, g. The evidence for this point has already been sufficiently 
discussed above. 

{b) The resistance in the transition region may be expressed by equation (3) of IV, 

AT = constant-f-Gi^(r). 


(c) The resistance in the low-temperature region may be expressed by equation 

r.ajit). 


(d) and O2 are proportional to one another. 

We may confidently assume that these results, though deduced from measurements 
in which a certain amount of averaging occurs, are characteristic of local behaviour 
at all points of the specimen, or, in other words, of the behaviour of plane surfaces. 

To carry out the dimensional analysis we shall introduce as parameters describing 
the two-fluid model the penetration depth. A, and the ‘ skin depth of the normal 
electrons whose significance was expounded above. In considering the quantities 
on which ^' depends it is convenient to recall the formula for in the normal metal 
under extreme anomalous conditions. 



where a is a numerical constant. This expression ensures that shall be independent 
of the mean free path of the electrons, as found in practice. Now in the measurements 
on superconductors there is no indication of a dependence of the resistance on the 
mean free path, and it is therefore plausible to take the same form for 5', 



The new quantity,/,,, introduced here may be interpreted on the basis of the model 
used in III as the fraction of electrons remaining in the normal state, or alternatively 
it may be regarded simply as a temperature-dependent parameter introduced to 
allow for the difference between 5' and d^. It is to be expected, however, that/„ will 
be closely related to the fraction of normal electrons which contribute to the specific 
heat in the theory of Gorter & Casimir (1934}; it must take the value unity at the 
transition temperature, and, since the transition is of the second order, will probably 
vary continuously, rather than abruptly, as the temperature is lowered. 

Now, it is very important for the following analysis to decide whether/,, is to be 
regarded as a function of temperature alone, or of orientation as weU. There is no 
reason to suppose a priori that/,, will be independent of orientation, since as the 
superconducting transition proceeds it is likely that different parts of the Eermi 
surface will be differently affected. Nevertheless, it appears from the experimental 
results that/,, may be regarded as independent of orientation. In the first place we 
have found that the r against t curve has the same functional form for aU orientations. 
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and for values of t less than 0 - 86 ; if, therefore, the form of the A against t curve is 
independent of orientation, so also must be the variation of and consequently 
apart possibly from a scale factor. That there should be such an orientation- 
dependent scale factor is improbable in view of the fact that/^ must attain the value 
unity for all orientations at the transition temperature. In the second place the 
linear correlation between and could hardly arise if were dependent on 
orientation, since only G 2 is to any extent influenced by the value of /^, being 
determined by the variation of r so close to the transition temperature that/,^ may 
be taken as unity. There is thus good reason for assuming /„ to be a function of 
temperature only, and we shall proceed with the analysis on this assumption. 

By analogy with the definition of 8^. (equation (13)) we may define a corresponding 
resistance ( = 27T0)8'fj as the surface resistance of a metal in which the current and 
field are related by the same equation as relates to E in the two-fluid model. Thus 

K=fn^Rn^ ( 14 ) 

Then if B is the resistance of the superconductor for any temperature and orientation, 
we may set up a dimensional equation as follows. 



It is important to note that o) cannot be introduced explicitly into this equation 
without making it dimensionally inhomogeneous, but that it occurs implicitly in 
as also does/^. There is no reason to introduce/^ explicitly since B is derived for 
any particular model from a solution of the equation for the total current and 

B^ from a solution of the equation for alone at the same temperature; these 
equations contain as parameters only A and 5'. If, however, we wish to find the ratio 
B|R^^^ we must introducesince B and B^^ are measured at different temperatures 
and depend upon different values of/^. Thus, from equation (14), 



This is the fundamental equation which we may now apply to the experimental 
results. First let us consider the transition region, for which/^^ may be taken as unity. 
We may also conveniently use Shoenberg’s ( 1940 ) expression for the penetration 
depth near the transition temperature (which is consistent with the law, 


when 1 —i<^l), 


A = Ao(l-ir^ 

AocAo(Ay)-^ 


writing AT for (1 - 1) Equation (15) then takes the form 


r = 



This equation implies a similarity of the initial portions of the curves for different 
orientations, as is observed in practice, and enables the scale factor Gj^ to be related 
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to other measurable quantities, since is proportional to the value of AT at which 
r takes some standard value. Hence 

= constant, 

R^G\ 

and, since Aq ccg, Oj^cc j • (16) 

For different orientations, but constant frequency, we should thus expect g to vary 
as RnG\, Now, on account of the averaging effect produced by the use of cylindrical 
specimens, it is not possible to compare this expression exactly with the experimental 
results. It is worth while, however, to plot against 6 to see that there is no 
marked difference between this curve and the curve for g (figure 6 of IV), and this 
has been done in figure 3. It is clear that the curves are of the same general shape, 
although the range of variation is not so great for as for g. In view of the 

uncertainty about the importance of the averaging effect this comparison may be 
regarded as satisfactory. 



6 (degrees) 

Figure 3, Anisotropy of 


A further comparison of equation (16) with experiment may be obtained from the 
variation with frequency of the initial slope. Since R^ varies as oy^ we should expect 
G^ also to vary as so that it should increase by a factor 3*95 between 25 and 3-2 cm. 
Unfortunately, the measurements at 25 cm. are not very reliable on account of the 
inevitable rounding off produced by the spread of the transition even under 
stationary conditions; moreover, no study was made of the anisotropy and the 
orientations of the specimens were not determined. The values of G-^ at 3*2 cm. lay 
between 1*75 and 3*58, so that at 25 cm. one would expect values between 0*44 and 
0*91; for one specimen at 25 cm. was about 0*70, so that there is no evidence of any 
disagreement between theory and experiment. 

In order to analyze the behaviour of the resistance in the lower temperature range, 
where r may be expressed as (? 2 /(^) (equation (5) of IV), we must return to equation 
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(15), not now neglecting If for A we substitute ;sAo, where 2 : = (1-^^)"^ we 
have that 

r==fn^^{a)z\,niRf). (17) 

Since the value of r at some standard temperature is a measure of G^, and since we 
assume/^ to depend only on temperature, we may write 

O^^^ibojXM (18) 

where 6 is a constant, being the value of zf^ at the standard temperature. 

Now, experimentally we have found that for different orientations and (?2 are 
proportional, and we may use this result to determine the form of the function 
If we compare equations (16) and (18), remembering that ccg^ we see that <1> is 
a quadratic function, , 

The range of u over which this expression holds is governed by the range over which 
r is proportional to f{t), since the standard temperature used to define (?2 ^ay be any 
within this range. Roughly, then, 0 is quadratic provided that r is less than 7 %, and 
within this range we may rewrite equation (17) in the form 

(19) 

From this equation the frequency variation of r in the lower temperature range may 
be predicted. For any given temperature and orientation z^X^f^ is constant, so that 
r should be proportional to since R^^oco)^, Hence if r is proportional to f{t) at 
3-2 cm. it should also be proportional to f{t) at 25 cm., the constant of proportionality 
being less by a factor 3*95. It is clear from figure 11 of IV that the first part of this 
prediction is well verified, but the ratio of the slopes is in not quite so good agreement. 
At 3*2 cm. (t 2 varies between 9 and 20, so that at 25 cm. the variation should be 
between 2*3 and 5*1; for the specimen of figure 11 the value of G^, is 2-3, just within 
the limits of variation, but it is likely that this value is appropriate to an orientation 
which leads to a rather high value of G^, since the average value for the measurements 
of I was only 1*95, outside the limits predicted by the theory. 

The sure ace resistance : electrodynamical considerations 

Thus far, apart from the small discrepancy just noted, the two-fluid model appears 
to give a consistent formulation of the observed behaviour, and it would be tempting 
to claim that the model is justified were it not for the following considerations of 
what is implied by equation (19). We have already noted that r should vary as and 
in addition equation (19) shows that it should vary as/^. Now the essential char¬ 
acteristic of the two-fluid model lies in the possibility of dividing the current into two 
independent parts, normal and superconducting, and it is clear that at the lowest 
temperatures, where r is very small, the greater part of the current is carried by the 
superelectrons. It is to be expected that under these conditions the superelectrons 
will be largely responsible for determining the configuration of electric and magnetic 
fields in the skin layer, and this expectation is substantiated by the behaviour of x, 
which shows that the normal electrons do not influence the surface reactance if r is 
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very small. Provided, then, that Aq is independent of frequency the magnitude and 
configuration of the magnetic field should be independent of frequency for a given 
total current, and consequently the electric field, which may be regarded as being 
induced by the oscillatory magnetic field, will have a fixed configuration but a 
magnitude proportional to the frequency. The normal electrons moving in this field 
wiU carry a current proportional to the field, and give rise to a power dissipation, and 
hence a resistance, proportional to the square of the field; the surface resistance, 
i 2 , should thus vary as the square of the frequency, and, since oc r should vary 
as (i)^. In addition, R should be proportional to the number of normal electrons, since 
they do not appreciably affect the field distribution and may therefore be regarded 
as acting independently. 

These requirements would be satisfied if €> were a quartic rather than a quadratic 
function, for then equation (17) would become 

rcccoh^X^fJRi, 

so that r would vary assince R^cco)^. But this quartic form of would imply 
that (?2 should vary as Gf, and inspection of figure 12 of IV shows this form of 
variation to be quite inadmissible. The experimental behaviour is thus in conflict 
with the general considerations of the last paragraph, considerations which may 
readily be justified by a more detailed examination of any particular two-fluid model. 
For example, the expression given in equation ( 10 ) for the surface impedance 
according to Heisenberg’s theory may be expanded in series and sejDarated into real 
and imaginary parts 

R = 4:moA{l(OT^ - If 

and X = 47ra;A(l—•••)• 

If then (oTq is so small that X is not appreciably different from inojX, it is permissible 
to neglect aU but the first term in the expansion of R, which then becomes proportional 
to (D^, in agreement with our general considerations. 

Additional evidence that equation (19) cannot be correct may be found in the 
temperature variation of which may be deduced therefrom. Substituting the 
known temperature variation of r and z into the equation, we find for the variation 

/„oc«i2(l + iV- (20) 

Now although may not be exactly the same as the fraction of normal electrons 
which occurs in the thermodynamcial theory of Gorter & Casimir ( 1934 ), we should 
expect the two quantities to be fairly closely related; that is, is unlikely to vary 
much more rapidly than However, when t changes from 0*4 to 0 * 8 , the temperature 

range over which equation ( 20 ) should be valid, changes by a factor 1460, while 
changes by only 16. This enormous discrepancy makes it clear that equation ( 20 ) 
cannot represent the true variation of/^, and this conclusion, taken in conjunction 
with the considerations of the frequency variation of r, points undoubtedly to the 
incorrectness of equation (19) and the reasoning leading up to it. It might be argued 
that the error lies not so much in the two-fluid hypothesis as in the two-parameter 
hypothesis, and certainly if more parameters are introduced the whole dimensional 
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argument needs revision. Nevertheless there seems to be no reason why the arguments 
of this section should not still lead to an expected variation of R as the square of the 
frequency, and therefore to a contradiction with the experimental results. 


Discussioisr 

The most positive conclusion that can be drawn from this analysis is that the 
experimental results constitute a refutation of the two-fluid model as formulated 
here, and therefore of the theories, such as Heisenberg’s, which have been shown to 
be particular examples of this model. Less certain is the doubt cast on the phenomeno¬ 
logical theory of London & London by the anomalous anisotropy of the reactance. 
It is not easy to see in what direction one should proceed to try to formulate electro¬ 
dynamical equations for a super conductor which leads to predictions in agreement 
with experiment. If the two-fluid model is to be retained it seems essential that the 
penetration depth shall decrease with increasing frequency so that the resistance may 
increase less rapidly than as the square of the frequency. This can certainly be 
achieved by introducing linear couphng coefficients between the two groups of 
electrons which depend, for example, on or but, as well as being a highly artificial 
contrivance, this type of modification is unlikely to give rise to a decrease in the 
penetration depth at high frequencies while leaving unaltered the temperature 
variation of the penetration depth, as is required by the experimental results. It is 
much more probable that the two-fluid model will have to be abandoned, and that 
the electrodynamics will be capable of formulation, if at all, only in terms of the total 
current J rather than two separate contributions and J^. At the same time it must 
not be forgotten that the two-fluid model gives a satisfactory correlation of the 
thermodynamical properties and the temperature variation of penetration depth, 
and in addition provides a model of the second-order transition between the super¬ 
conducting and normal states. No alternative model has yet been proposed which 
satisfies aU these requirements, and there is therefore at present little likelihood of 
finding an interpretation of these experiments. 

I should like to thank Dr D. Shoenberg for his continued interest in this problem 
and for much helpful advice. I have also benefited greatly from discussions of this 
and related topics in superconductivity, particularly with Professor W. Heisenberg 
and Dr E. H. Sondheimer. 
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Field variation of the superconducting penetration depth 

By a. B. Pippaed 

The Royal Society Mond Laboratory, University of Cambridge 
{Communicated by Sir Lawrence Bragg, F.R.S.—Received 3 May 1950 ) 


The high-frequency technique developed previously has been used to investigate the 
dependence of the penetration depth in superconducting tin on the strength of the applied 
field. A steady magnetic field was applied transverse to a thin cylindrical specimen forming 
part of a 3 cm. resonator, any resulting change m penetration depth bomg revealed as a shift 
in the resonant frequency The change was greatest close to the transition tompeiature 
(3*72® K), but even here it amounted to no more than 3 % at the critical field strength. As 
the temperature was lowered the effect became smaller at first, reaching a very low value at 
3° K, and then mcreased once more to about 2 % at 1 7® K The efibct of a steady magnetic field 
on the high-frequency resistance was also studied, though not in great detail. Above 3® K the 
resistance decreases slightly until at a field strength rather greater than a sudden incroaso 
annoimces the formation of the intennediate state At lower tomiieraturos the idTcct of the 
steady field is to increase the resistance slightly. It is suggested that the very small change in 
penetration depth even at the critical field strength is evidence of the existence of long-range 
order in the superconducting state over a distance of 10“* cm or more, and the very sharp 
resistance transition m pure superconductors is adduced as further evidence of this hypothesis. 


Introduction 

It has often been suggested that the depth of penetration, A, of a magnetic field into 
a superconductor should be regarded not as independent of field strength at constant 
temperature but rather as increasing with the field. Thus H. London has pointed 
out (in a private communication) that the temperature variation of A implies 
thermodynamically a field variation of entropy, corresponding to a modification 
of the electronic configuration on application of a field, which would be expected 
to produce some change in A. A similar argument has been applied by Ginsburg 
{1947) to a model of a superconductor based on Landau’s (1941) quantum hydro¬ 
dynamics. For quite other reasons, arising out of Heisenberg’s (1947) theory 
of superconductivity, Koppe (1949) has suggested a strong field-dependence of 
A particularly at very low temperatures, and this idea has been considerably de¬ 
veloped by von Laue (1949). Up to now, however, experimental information has 
been very scanty, being confined to the observation by Laurmann & Shoenberg 
(1949) that just below the transition temperature of mercury there was no change of 
A greater than 10 % in fields up to 80 % of the critical field. 
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The microwave technique (Pippard 1950 a, referred to in future as A) which was 
developed for studying the temperature variation of A is perhaps the only one known 
at present of sufficient sensitivity to measure with any precision changes of only 
a few per cent, and it is fortunately very easily adapted for measurement in the 
presence of a steady magnetic field. With its aid determinations have been made at 
a number of temperatures of the variation of A in tin resulting from the application 
of fields up to, and even exceeding, the critical field strength, The first part of 
this paper describes the technique and experimental results, together with a number 
of associated phenomena which appeared during the course of the work and which, 
not being directly relevant to the investigation, have not yet been examined in detail. 
The second part is concerned with a discussion of the results, particularly the fact 
that the variation is considerably smaller than that expected on the basis of the 
arguments mentioned above. It is suggested that the experiments indicate the 
existence of long-range order in the superconducting state, and confirmation of this 
view is shown to be provided by the sharpness of the resistance transition of a pure 
superconductor in the absence of a magnetic field. 

Expebimental method 

A full description of the resonance techniques for determining the surface 
resistance and reactance of a metal at wave-lengths around 3-2 cm. has been given 
in A, and the same method was used in the present work. The specimen consisted of 
a thin wire of tin cast in a thin-walled silica tube, the length being 1-4 cm., nearly 
one-half of a wave-length. It was supported by silica threads along the axis of 
a cylindrical brass can, forming with it a co-axial resonator. Measurement of the 
band width of the resonator gave a value for the surface resistance of the specimen 
(after correction for extraneous losses in the resonator and coupling circuits), and 
measurement of the change in resonant frequency on application of a steady field 
enabled the corresponding change in A to be calculated. 

A large Helmholtz pair of coils outside the cryostat provided a uniform magnetic 
field transverse to the specimen; care was taken to use only non-superconducting 
solders close to the specimen to avoid inhomogeneity of the field. The choice of a 
transverse rather than a longitudinal field was conditioned by a number of factors. 
The main advantage of a longitudinal field is that it provides a uniform field over the 
surface of the specimen, while a transverse field is distorted by the superconducting 
specimen so that the field at the surface varies from point to point between zero and 
twice the applied field. Apart from this, however, there are two reasons for favouring 
the transverse field: first, the currents induced by it in the specimen are in the same 
direction, parallel to the axis of the specimen, as the measuring high-frequency 
current, and secondly, on account of the delay in the transition of small specimens 
into the intermediate state until the applied transverse field is greater than 
there is the possibility of measuring A under such conditions that some regions of the 
specimen are subjected to fields greater than These advantages were felt to 
outweigh the disadvantages of a non-uniform field at the surface, especially as 
a correction for non-uniformity may easily be applied once experiment has revealed 
the law governing the variation of A with field strength. 
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A number of preKminary experiments were performed to ascertain the general 
features of the effects due to the applied field and to determine the most suitable 
diameter for the specimen. The final measurements were made on two specimens of 
circular cross-section which were rather thinner than those used in the previous 
work, one having diameter 93 /i and the other 58/^, No precautions were taken in 
casting the specimens to ensure that they were single crystals, but it is probable, 
judging from previous experience, that they consisted of not more than a few 
crystallites, and the sharpness of the transition into the intermediate state suggests 
that the thicker at any rate was a single crystal. 

Measurements were made of the effect of a magnetic field on both the resistance 
and the reactance of the specimens. The variation of resistance with temperature 
was determined in the usual way from the width of the resonance curve, but the 
variation with field strength was studied by a different technique which was 
sufficiently accurate and much more rapid. The coupling between the specimen and 
the external circuits was fixed at a suitable value, and the frequency of the oscillator 
adjusted to the resonant frequency; the magnetic field was then raised by stages, 
and changes in the resonator output noted, the frequency being adjusted as the 
resonant frequency altered. The conversion of such readings into values of surface 
resistance presents no problem, so that it was possible in this manner to follow the 
changes in resistance as the specimen passed through the superconducting into the 
intermediate, and thence into the normal state. Similar measurements were made 
as the field was reduced once more to zero. After each run of this nature a large field, 
greater than the critical, was switched on and off again, in order to eliminate any 
normal inclusions which might have been frozen in during the slow reduction of 
field, although in fact there was never evidence of such inclusions, the specimens 
exhibiting an apparently perfect Meissner effect. 

The changes in A caused by the application of fields less than that required to 
establish the inteimediate state were determined from the resulting change in 
resonant frequency, and the smallness of these changes enabled a very simple 
technique to be used. The oscillator frequency was adjusted so that the output of 
the resonator was three-quarters of the peak output (at this level the variation of 
output with frequency is most rapid), and observations were made of the change in 
output on application of the field. The measurements were repeated on the other 
side of the resonance peak so that allowances might be made for changes in the peak 
output and width of the resonance curve. From these observations the change in 
resonant frequency was determined relative to the band width of the resonator, 
already known from the resistance measurements. This method of measuring small 
changes in resonant frequency is very sensitive, especially at the lower temperatures 
where the band width is small, and over most of the range below 3-7° K it was possible 
to detect the change in frequency resulting from a change in A of only 5 x 10”^ cm., 
about x^r% ^ itself. The factor relating frequency to penetration depth was 
calculated for each specimen from its dimensions, since the small diameter excluded 
its experimental determination as in A, the band width being too great for accurate 
measurement at temperatures high enough for the classical skin effect theory to 
apply. It is believed that the calculated conversion factors are not in error by more 
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than a few per cent, and in any case an error will affect only the absolute values of the 
changes in A, not the relative values since the same conversion factor enters in the 
determination of A by the method described in A, 

Experimental results 
[a) Resistance 

The variation of the surface resistance with applied magnetic field is exemplified 
by the curve of figure 1, although at other temperatures and with the other specimen 
there were differences in detail. In the diagram the resistance R is expressed as 
a percentage of the resistance R^ of the normal metal at the same temperature. The 
resistance remains nearly constant until the field attains a value considerably greater 



Figtjbe L Field variation of high-frequency resistance. Thicker specimen at 3-546° K; 
i2'c = 26-5 G; full curve, field mcreasmg; broken curve, field decreasing. 

than when there is a sudden transition into the intermediate state. For the 
thicker specimen this transition was discontinuous except at temperatures just 
below but for the thinner specimen it was not discontinuous, but covered a small 
range of field strength, usually about The fact that in the thinner specimen 

the transition occurred at fields about 0*6 rather than suggests that the 

portion of the curve between 0-6 and 0-1 in figure 1 represents the metastable 
persistence of superconductivity, analogous to the superheating of a liquid. Between 
0-74 and 0* 945^^ the specimen is in the intermediate state, and the measured resistance 
is presumably an average of contributions from regions of the surface which are 
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either superconducting or normal. So far as can be seen from this curve the surface 
becomes wholly normal in a field less than ^^5 precision of measurement is 

hardly high enough to preclude the possibility of slight traces of superconductivity 
persisting up to or beyond As the field is reduced there is at first a metastable 
persistence of the normal state {'supercooling’), and when the intermediate state is 
eventually established there is a steady transition into the superconducting state 
at Apart from the possible superheating the behaviour parallels that observed 

by Desirant & Shoenberg (1948) and Andrew (1948) in their investigations of the 
magnetic behaviour and conductivity of thin wires in a transverse field. 

An unexpected observation was that of a decrease of resistance in fields too small 
to cause a transition into the intermediate state. This effect was noticed in all the 
specimens, including three which were used for the preliminary investigation, but 
not at all temperatures. It does not begin until the temperature is below 3-63° K, the 
transition temperature being 3*72° K, but is already well marked at 3*546°K, the 
temperature at which the curve of figure 1 was measured. Here falls from 
22*8 % in zero field to 20*2 % at 0*74^^. At 3*0° K the drop was from 5*3 to 4*4 %, 
and below this temperature there is a tendency for the reverse effect to set in. Thus 
at 2*6°K there was an initial drop from 2*4 to 2*2 % at 0*3i(., followed by a rise to 
2*4% at 0*68-Hc, where the transition to the intermediate state occurred. At the 
lowest temperature, 1*7° K, there was no drop but a steady rise from 0*4 to 0*7 %. 
These results were obtained with the thicker specimen, the thinner showing similar 
effects but to a slightly smaller extent. No such behaviour is exhibited by the 
normal metal, so that the phenomenon must be regarded as characteristic of the 
superconductor. Since the drop is observed in fields as small as 10 G it is not likely 
that it can be due to the effect discovered by Macdonald (1949) in thin wires under 
the influence of a magnetic field. It is particularly difficult to understand how a drop 
in resistance can accompany an increase in penetration depth as is indicated by the 
reactance which will be treated in the next section. 

Other points of interest in the behaviour of the resistance concern the metastable 
persistance of superconductivity and the sharp transition to the intermediate state. 
The sharpness is remarkable in view of the fact that the strength of the measuring 
field was by no means negligible. No equipment was available for measuring the 
power supplied to the resonator, and hence for calculating the oscillating field 
strength, but rough estimates were possible from a knowledge of the rated power 
output of the oscillator and of the order of sensitivity of the crystal detector. In this 
way it was estimated that the peak field strength at the centre of the specimen was 
about 3 G at increasing to 10 G at 1*7° K. This oscillating field did not prevent the 
specimens from exhibiting a sharp transition at nor did it tend to precipitate the 
intermediate state from the superheated superconducting state. The influence of the 
measuring field on the point at which the intermediate state was formed was studied 
at 1*7° K, where it was found that a threefold increase (from 10 to 30 G if the estimate 
is correct) did not destroy the abruptness of the transition, but merely caused it to 
take place when the applied field was smaller by 2 G. It appears therefore that a field 
oscillation at 10^ Me./sec. is too rapid to be followed by the superconductor, and that 
the relaxation frequency for the transition from the superconducting to the normal 
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state, if it is indeed definable, must lie between 10 *Mc./sec. and the frequency of 
20 Mc./see. at which it seems the transition may still occur (Lasarev, Galkin & 
Khotkevich 1947 ). 

The field strength at which the transition to the intermediate state occurs varies, 
in a complicated way as the specimen is rotated about its axis, the direction of the 
field being fixed, as shown in figure 2 , for which the points were taken with the 
thicker specimen at 3 • 3 3° K. It will be noted that for a given orientation the behaviour 
is fairly reproducible, and that the curve, apart from fine details, has the expected 
periodicity of 180°. The most plausible explanation is that there are small patches 



Figure 2. Variation with orientation of field at which intormediate state is formed. 

Thicker specimen at 3 330° K; = 59 G. 

on the surface which because of strain are favourable for the formation of normal 
nuclei, and that when the specimen is oriented so as to bring them into the region 
of high field strength they enable the intermediate state to be precipitated earlier. 
The experiment was repeated at 1 • 8 ° K, when it was found that for a given orientation 
the behaviour was much less reproducible, the transition occurring at any field 
strength within a range of as much as 10 %. Clearly no fundamental conclusions can 
be drawn from the actual value of the field strength at which the superconducting 
phase breaks down. 

( 6 ) Reactance 

As explained above, measurements of the change in resonant frequency may be 
converted into changes in inductive skin depth, A', by means of a conversion factor 
depending on the dimensions of the resonator. The inductive sldn depth is defined 
as Xj^TTOJ, where X is the surface reactance. At the lowest temperatures A' is believed 
to be the same as A, while nearer the transition temperature A' is smaller than A on 
account of the mechanism responsible for the high-frequency resistance (Pippard 
19506 , referred to in future as B). Now the local field strength, H;, at the surface 
of the specimen varies between 0 and 2H, if J? is the applied field, and the measured 
change of inductive sMn depth, AA'^, is an average of local values of AA^ corresponding 
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to values of Hi within this range. Since the distribution of field around the specimen 
is known it is not difficult to calculate from any observed law of variation of AA^ with 
H how AA' varies with Hi. _ 

Typical results for the variation of AA' with H^ are shown in figure 3, from which 
it may be seen that the variation is very nearly quadratic in H except perhaps for 



Figube 3. Variation of AA" with. (H a, thinner specimen at 3*480° K, He = 36*0 G; 6, thicker 

specimen at 3*036° K, 13'e=:97*5 G; c, thinner specimen at 2*139° K, He = 198 G. 

a short range above \Hq before the intermediate state supervenes. A short calculation 
shows that over the quadratic range the curves may be converted to represent the 
variation of AA' with {HijH^)^ by multiplying the abscissae by 4 and the ordinates by 2. 
The conversion of AA', the change of inductive skin depth, into AA, the change of 
penetration depth at zero frequency, is not so simple. From the detailed discussion 
of this problem in B it may be seen that no serious error is likely to result from taking 
A' and A as equal below 3° K, but between this temperature and the difference may 
be significant. The factor relating A' to A in zero field is known with reasonable 
accuracy from the previous work, but in the presence of a field the problem is 
compheated by the way in which the resistance decreases appreciably on application 
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of the field. It has been assumed here that the conversion factor is not affected by 
this decrease. If this assumption is incorrect, the most probable alternative is that 
the decrease in resistance causes A' to be more nearly equal to A; thus even if A were 
unchanged by the application of the field A' would show an increase, and consequently 
the assumption made here is likely to lead to a value of AA greater than the correct 
value. The values of AA presented here are therefore probably maximum values, but 
this cannot be verified until a method has been devised for measuring changes of 
penetration depth at lower frequencies with a sensitivity comparable to the present 
method. 



T(^ K) 


Fiotjbb 4. Percentage change in A between zero and critical Bold, as a function of temperature. 
The length of each line represents the estimated probable error. The lines marked with 
a cross-stroke were obtained with the thinner specimen. 

The final results of the measurements on the two specimens are exhibited in figure 4, 
which shows the percentage change in penetration depth between zero and the 
critical field as a function of temperature. It will be seen that the effect is very smaU 
at aU temperatures, so that for most purposes A may be considered as independent of 
If, and the superconductor treated as a hnear system. 

DiscxTSSioisr 

(u) Interpretation of experimental results 

Apart from the smallness of the change in penetration depth, with which we shall 
deal mainly in this section, the most obvious point of interest is the shape of the curve 
in figure 4, especially the way in which, as the temperature is reduced, it falls to 
a very low value and then increases once more. As we shall see later, the effect would 
be expected to decrease steadily with lowering of the temperature, becoming zero 
at O'^K, and this expectation combined with the already discussed change in the 
behaviour of the resistance around 3*0° K suggests that there may be two mechanisms 
at work, dominant respectively at temperatures above and below 3-0° K. It is just 
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conceivable that the low temperature effect is the saturation of supercurront dis¬ 
cussed by Koppe (1949), but, apart altogether from doubts concerning the validity 
of the theory on w^hich his work is based (London 1948; Pippard 19506), the observed 
increase in penetration depth seems too small and too gradual m its inception to be 
thus explained. It is also unlikely to be due to the production of small regions of 
normal material on the surface, since the increase begins well before the field reaches 
the value and the transition to the intermediate state is just as abrupt as at 
higher temperatures. We shall therefore leave unexplained the low temperature 
behaviour and concentrate on the behaviour in the range between 3 - 0 ° K and the 
transition temperature. 

The problem raised by the smallness of the eflPect in this range may be understood 
most readily from a consideration of the entropy change accompanying the 
magnetization of a superconductor. That such an entropy change occurs is a thermo¬ 
dynamical consequence of the temperature variation of the penetration depth, 

through the relatiou 


where S is the entropy and M the magnetic moment of the specimen considered. If 
we consider a long specimen of zero demagnetizing coefficient, having volume V and 
surface area A, the magnetic moment in field H may be written in the form 

M = -^H(V-XA). 

Hence, neglecting thermal expansion, 

{dSldH)^==~AH(dXldT)j,. ( 1 ) 


The experimental results indicate that no great error will result from taking A in this 
equation as independent of H, and we may therefore write A as where 

t = TITg, (Daunt, Miller, Pippard & Shoenberg 1948) and integi'ate equation (1) to 
give the entropy change A 8 {H) when a field H is applied, 


LS{H) = 




where v is written for AA, the volume of the penetration layer. The physical meaning 
of this entropy change is clearly that the stresses exerted by the magnetic field on the 
electron assembly result in a shift of the equilibrium configuration, and it is natural 
at first sight to assume that the equilibrium is shifted only in the surface layer into 
which the field penetrates. If then we take AS{H) as distributed in the layer of volume 
V the change in entropy density, A.s{H), at the surface is given by the equation 


^s{H) = 


<3 


In particular, at the critical field, which is given sufficiently precisely by 5o( 1 - 1 ^), 
the change in entropy density may be written 




477 - 2 ; 


1 + i^ ■ 


( 2 ) 
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To understand the significance of this result, let us compare it with the difference in 
entropy density between the superconducting phase in zero field and the normal 
phase at the same temperature 

= ( 3 ) 

From equations (2) and ( 3 ) ^2 

Near the transition temperature, then, the change in entropy density in the 
surface layer amounts to one quarter of the entropy difference between the two 
phases, yet the corresponding change in penetration dej)th is only of the order of 
1 %. It seems incredible that any theory should be able to account for this result, 
and it is much more likely that the experimental results should be interpreted as 
showing that there is no great change in entropy density on magnetization, in con¬ 
tradiction to equation (2). Since the change in total entropy is determined by 
thermodynamical arguments we are led to the conclusion that the entropy change 
is distributed, not in the penetration layer, but in a considerably thicker layer at the 
surface, so that the change in entropy density is correspondingly less This hypo¬ 
thesis is consistent with the idea that the superconducting phase is one having the 
property of long-range order, as has been suggested on many occasions previously 
(for example, London 1948), in that it is not permissible to regard the constitution 
of the assembly as capable of variation over a short distance, but quite large elements 
of the assembly, of dimensions greater than A, must rather be treated as units within 
which there is little or no variation. 

In order to estimate the size of these elements, that is, the range of order, it is 
necessary to have some model which determines the relation between penetration 
depth and entropy. Although evidence is presented in B that the two-fluid model of 
Gorter & Casimir (1934) is not an entirely satisfactory representation of a super¬ 
conductor, it does nevertheless correlate the thermodynamic properties with the 
temperature variation of penetration depth (Daunt et al, 1948), and there is thus 
hope that it will also be adequate for a discussion of the field variation. We shall 
apply this theory to a lamina of thickness a at the surface of a plane slab of super¬ 
conductor having unit area, introducing the hypothesis of long-range order by means 
of the assumption that the constitution is uniform within the lamina. In the absence 
of a magnetic field the free energy is given on this theory by the equation 

= + ( 4 ) 

where o) represents the fraction of superconducting electrons*; o) - I when t — 0 and 
(0 = 0 when t = I, Moreover (o is constant over the lamina and is related to the 
penetration depth by the equation 

(Ao/A)a = w. ( 5 ) 

* ct) is here used instead of Gorter & Casimir’s (1 ~ cc), and their parameter a is put equal to 
which is consistent with a parabolic critical field curve. 



220 A. B. Pippard 

In a magnetic fieldj penetrating to a distance A on one side of the lamina, the Gibbs 
function ^ HJ^ may be written in the form, 


If ^ and t are kept constant, o) takes such a value as to minimize G, and an equation 
for (ji) may be derived immediately. 


1 - 



0 


( 6 ) 


where I -the equilibrium value of o) in zero field, h = HIHq, and ocq = XJa. 
If 1, a suJBiciently accurate solution of equation (6) is given by 


and hence, by equation ( 5 ), 


0 ) 

a>n 


cCqJi^ 


(Oa 






AA 

A 








(7) 


This formula may be applied to the results shown in figure 4 to deduce values of 
and hence the depth over which o) may be taken as constant. For the reasons 
given above we shall consider only temperatures above 3-0° K, for which the following 
values of % are deduced: 


K) 

^0 

3-6 

0*055 

3-4 

0*042 

3-2 

0*022 


It would be unwise to interpret the variation of as evidence for variation with 
temperature of the range of order, on account both of uncertainties in the theoretical 
basis of the calculation and of doubts about the meaning of the behaviour below 
3 ° K, How^ever it is perhaps not unduly optimistic to take these results as indicating 
the existence of long-range order in superconducting tin over a range of about 
2OA0, i.e. 10““'*cm. This distance is of course very much greater than the smallest 
specimen which may exhibit the superconducting properties of the bulk material; 
for example, Shoenberg’s (1940) mercury colloids, though smaller in diameter than 
the penetration depth, nevertheless had almost the same transition temperature as 
bulk mercury. The range of order must therefore not be regarded as a minimum 
range necessary for the setting up of an ordered state, but rather as the range to 
which order will extend in the bulk material. It is perhai)s helpful to imagine the 
electron assembly as analogous to a solid which can recrystallize very easily. 
Individual small crystallites will grow at the expense of their neighbours, and the 
process will only stop when large crystallites have formed or when impurities disturb 
the growth. So in the superconductor we may picture ordered regions growing in 
size until further growth is inhibited by impurities or thermal vibrations or, in small 
specimens, by the boundaries of the material. 
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(6) Further evidence for long-range order 

The extreme sharpness of the second-order transition exhibited by pure super¬ 
conductors in the absence of a magnetic field may be taken as further evidence that 
the superconducting state is one of long-range order, since if merely local order were 
possible one would expect it to persist to somewhat higher temperatures than 
to give rise to such a rounding of the specific heat anomaly as is observed to some 
extent in all other second-order transitions. The idea that the sharpness of the 
specific heat anomaly may be used to determine the volume of ordered regions was 
applied by Keesom & Keesom (1935) to the lambda transition in liquid helium. 
Essentially their argument involves the division of the liquid into domains, each of 
constant temperature but with a variation of temperature from one domain to 
another as a result of fluctuations. The specific heat of each domain is assumed to be 
given by an ideal curve having a discontinuity at the critical temperature and the 
resulting specific heat of the whole assembly is then easily calculated. It is difficult, 
however, to justify this mixture of statistical methods which assumes that, in spite 
of fluctuations in the assembly as a whole, the entropy of a single domain is that 
appropriate to the most probable rather than the average configuration. Possibly 
no great error arises from this assumption, but in the absence of a detailed model the 
error cannot be estimated. 

The same difficulty would arise if we attempted to apply the argument to the 
specific heat curve of a superconductor, but it is not so acute, or at any rate the nature 
of the assumption is more easily realized, if we consider instead the resistance curve. 
The difficulty with the specific heat arises from the fact that a domain at a given 
temperature may take up a large variety of different complexions, each with its 
appropriate entropy, and that without a detailed knowledge of the complexions we 
cannot estimate the mean entropy. For the resistance, however, a different situation 
obtains. The occurrence of the Meissner effect shows that superconductivity is not 
to be regarded as the limiting case of good conductivity; moreover, in the normal 
state the resistance is sensibly independent of temperature. These two facts suggest 
that the complexions may be divided into two groups, those which confer the 
property of superconductivity on the domain and those which involve normal 
resistive properties. The entropy may show a continuous gradation between the two 
extremes but the resistance has no intermediate value. Now, a domain having an 
energy corresponding to the mean energy density at the transition temperature has 
an equal probability of being in a normal or superconducting state, and we shall 
assume that if its energy is less than this it will be superconducting, and if greater it 
will be normal. Let us now for simplicity imagine the superconductor divided into 
equal domains, each of volume v, and determine the shape of the resistance curve. 

If the mean temperature is T, the fraction of domains having energies between 
E and E-{-dEi^ given by the expression, 

f{E)dE = -^e-Kvl-p^iE-Ef-ldE, 

^7T 

where E is the mean energy at temperature T, = 1 jCvkT^, and G is the specific 
heat per-unit volume. If jP = r, the fraction of domains in the superconducting 
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state is, according to the above assumption, the fraction P(t) whose energy is less 
than the mean energy by an amount greater than vr, being the specific heat per 
unit volume of normal material, i e. 

P(t) = & f “ exp [-y? 2 ( 7 ^V] dr = - erf (yr)], (8) 

■sjTT Jr 

where y = 

Now' the mean conductivity of a material of which a fraction P is in the form of 
approximately spherical superconducting inclusions, the rest having conductivity 
may be calculated by a method exactly analogous to Lorentz’s calculation of the 
internal field correction in polarizable media, yielding the result 

1 + 2P 


Although this expression tends to infinity as P tends to unity it cannot be expected 
to be more than a rough approximation for the larger values of P. Substituting 
equation (8) we arrive at an expression for the temperature variation of a, 


5 =- 20 - 

^ ^^”1 +erf (yr)’ 


( 9 ) 


This is a typical sigmoid curve whose width is determined by y. 

The sharpest resistance transition recorded was found by de Haas & Voogd (1931) 
for a single crystal of tm, for which the conductivity rose from lT 4 (r.^, to in 

a temperature range of only K. Using this rCvSult in equation ( 9 ) we derive 
a value of 600 deg.“^ for y, and hence a value for v of 9-5 x i0~i^ cm.^. A sphere of this 
volume would have a diameter of 5-7 x lO^^cm., i.e. about IOAq. 

The sharpness of the second-order transition thus leads to an estimate of the 
domain size of the same order of magnitude as, but slightly smaller than, that 
obtained from the field variation of the penetration depth. It should be realized that 
this estimate is, for two reasons, likely to be too small. First, if the assumption that 
domains with energy less than that corresponding to the transition temperature 
are always superconducting is seriously in error, an improbable contingency, it will 
mean that the spread of the resistance transition for a given domain size has been 
underestimated. Secondly, the observed transition may be broadened as a result of 
effects other than fluctuations, such as strains. On the other hand, the fact that 
a measuring current is needed in order to determine the transition may result in 
a narrowing of the transition curve, since the magnetic field of the current will change 
the second-order into a first-order transition and reduce the probability of fluctua¬ 
tions. It IS unhkely, however, that this was a serious effect in the experiment quoted, 
since the field of the measuring current was small enough not to cause a shift of the 
transition temperature by more than about 10-®° K. We may therefore take this 
result as confirmation of the view that the superconducting phase of pure tin has an 
ordered structure over a range of approximately 10"^ cm. 
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I should like to express my gratitude to Dr H. London for dramng my attention, 
several years ago, to this problem, to Professor B. Peierls and Dr D. Shoenberg for 
their critical interest, and to Mr R. G. Chambers for help with the experiments. 
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Size effect variation of the electrical conductivity of metals 

By D. K. C. MacDokald, Clarendon Laboratory, Oxford, and 
K. Sabginson, Somerville College, Oxford 

{Communicated by F. E. Simon, F.R.S.—Received 28 March 1950 ) 

This paper records experiments and theoretical work concerned with the variation of 
conductivity with size in metals. 

Experimental results for the conductivity in thin wires of pure sodium of varying diameter 
in the absence of a magnetic field and also m the presence of longitudmal and transverse 
magnetic fields are given. 

XJsmg the general statistical theory of metals the variation of resistance with size in the case 
of conductivity wires of square cross-section is calculated for comparison with the first set of 
experiments. A theoretical investigation follow^s of the alteration in conductivity produced in 
metallic films by the application of transverse magnetic fields, and this is compared with the 
corresponding experimental results obtained on the sodium cylinders 


1 . Introduction 

Towards the end of the last century, it was known that very thin films of metal 
exhibited a higher specific electrical resistance than the same metal in bulk. In 
particular, Mss I. Stone (1898) carried out a detailed experimental study of films of 
silver deposited by the 'Rochelle salt processL J. J. Thomson (1901) was the first 
to suggest that the source of the phenomenon lay in the limitation of the mean free 
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path of the conduction electrons by the geometry of the specimen when its size 
became sufficiently small to be of the order of the mean free path due to electron- 
lattice colhsions. However, when we remark that the mean free path of electrons in, 
say, bulk silver is cm. at 0° C, it becomes obvious that very thin films of metal 

will be required for experiments at ambient temperatures. This limitation in turn 
caUs forth a number of subsidiary resistive effects, often time dependent, which arise 
from the mode of preparation of such thin films. These effects, although themselves 
of interest (see Andrew 1949 for references), naturally tend to obscure the pure 
geometrical limitation of free path which it is desired to examine. On the other hand, 
the advent of low temperatures has enabled fresh work to be undertaken on relatively 
large specimens, since the conductivity of pure metals increases greatly at low 
temperatures. Lovell (1936) examined films of rubidium at temperatures around 
10^ K, attained by pumping liquid oxygen and nitrogen. These films were still rather 
thin (40 A), since the increase of mean free path in bulk at such a temperature is 
only about four times the room-temperature values. However, Andrew (1949) has 
recently extended the field to the liquid-hydrogen and liquid-helium region (20° K and 
below). Pure tin, as used by Andrew, may drop in electrical resistance at temperatures 
^ 2° K to lower than 10“^ of its room temperature value, indicating a bulk electronic 
mean free path lO-^cm, Consequently, appreciable size-effect variation may now 
be expected to occur in specimens as thick as 100/6 (10”"^cm.). Andrew examined 
pure mercury in capillaries down to 6 diameter and tin in foils as thin as ^ 3 /c and 
found generally satisfactory agreement with theory. Part of the latter ho developed 
himself to give an approximate solution for the size-effect in cylinders, previous 
theoretical work (Thomson 1901 , Lovell 1936; JPuchs 1938) having boon applied to 
planar models (‘films’). 

All the theoretical investigations have assumed the simple isotropic frec-o)octron 
model of a metal. Since neither tin nor mercury specifically are simple metals, it was 
felt worth while to undertake work on sodium which as an alkali metal might 
be expected a priori to approximate to the ideal metal and has also beeu found 
(MacDonald & Mendelssohn 1948, 1950; MacDonald 1950) through detailed low- 
temperature work to obey almost perfectly the free-electron model. Size-effect 
variation has been observed at temperatures between 20 and 4-2° K on very pure 
sodium in capillaries between 15 and 66/6 diameter, and theory has been developed, 
extending Puchs’s analysis, for comparison with these experiments. A new pheno¬ 
menon has also been observed; the application of transverse and longitudinal 
magnetic fields produces a marked variation of electrical resistance under these 
conditions. In particular, a longitudinal magnetic field produces a monotonic 
decrease of the resistance which tends towards the bulk value for large magnetic 
fields. These effects would be expected to arise if one considers the alteration 
produced in the shape of the electron orbits in relation to the size of the specimen. 

The discovery of the effect has occasioned theoretical investigation by Sond- 
heimer (1949) and Chambers (1950).* We ourselves have considered the case of 
a transverse magnetic field applied in the plane of a film, since this situation appeared 
to us closest to the experimental conditions involved. A preliminary note appeared 

’•"We are grateful to Mr Chambers for letting us see his manuscript before publication. 
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in Nature (Sargiiison & MacDonald 1949) Good qualitative agreement is found with 
the experiments, but it appears still desirable to obtain experimental data in the 
future on sodium films in magnetic fields in order to test the theory more closely. 

The investigation also provides some information on the variation of the Hall field 
across the film. 

2. Expebimexts. By D. K. C. MacDoxald 
2*1. Preparation of specimens 

Very pure sodium, obtained through the courtesy of Messrs British Thomson- 
Houston Co. Ltd , was used throughout. Experiments on Targe’ specimens (Mac¬ 
Donald & Mendelssohn 1948, 1950) showed this to have a residual resistance 



cm 

Figxjbe 1. Typical capillary mould. 

7*2 X 10“^ of its room-temperature value when measured in liquid helium ( 4 * 2 ° K). 
The specimens were prepared by melting sodium in vacuo in a soft-glass system (see 
figure 1) and then pressing them into soft-glass capillary moulds by pure helium gas 
at 1 atm. pressure. The capillary specimens were provided with platinum potential 
and current electrodes at either end. After solidification the specimens were cracked 
off at the constriction and then immediately sealed with a suitable compound. 
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It has been found that capillaries down to 30 /^ diameter cati be filled quite 
readily with sodium, but very considerable difficulty was experienced with the 
narrower capillaries. Since sodium ^wets clean glass this difficulty is not to be 
ascribed to surface-tension effects as was the case in Andrew s experiments on 
mercury. This was in fact verified, since pressurizing with helium at 4 atm. did not 
aid in trying to fill 20 /^ capillaries. It was ultimately found that, owing to the high 
chemical activity of the sodium, the utmost cleanliness and freedom from any form 
of contamination were essential to permit filling. Thus, when a specimen was allowed 



Figxjbe 2 . Size effect of electrical resistance m sodium wires of varying diameter: 15/^; 

Aj V, 20 /t; ©, 30/fc; □, 66/^ capillaries. —, theoretical curve. 


to lie for an hour after glass-blowing (the open end being plugged with cotton-wool), 
moisture from the atmosphere condensed into the capillary creating a microscopic 
deposit sufficient to prevent the subsequent passage of liquid sodium, although the 
mould was ‘baked out’ before filling under high vacuum at temperatures 150 ° 0. 
Success was achieved through a specific glass-blowing technique*^ designed to 
prevent any condensation in the capillary in the process and by attaching the 
apparatus immediately it was complete to the pump system. 

Some experiments were also made on tin, gold and silver foils and these were 
rolled down to thicknesses 6/^ from spectrographically pure rod or wire obtained 
from Messrs Johnson, Matthey and Co. Ltd. The rollers were carefully cleaned befoi^e 
use to avoid any surface contamination. 

2-2. Experimental methods 

Measurements were carried out in both a Simon expansion helium liquefier (Simon 
1936) and also a simple hydrogen cryostat for some measurements between '-^11 and 

* I am indebted to Mr D. G. Saxton for his patience and trouble in tins aspect of the work 
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20° K. Temperatures in both cases were measured with a helium gas thermometer. 
The electrical resistance was measured in some cases with a Tinsley potentiometer 
and in the wider specimens with a high-impedance galvanometer amplifier (Mac¬ 
Donald, 1947) using negative feed-back. 

2 * 3 . Experimental results 

The experimental observations on the simple size effect are shown in figure 2 
The results on the various specimens are plotted as the broken lines with the experi¬ 
mental points; the theoretical curve (to be discussed below) is shown as the full line.* 
Figures 5 and 6 show the results obtained for the change of conductivity under 
transverse and longitudinal magnetic fields which are to be compared with the 
theory. 

3 . Theory. By K. Saroixson and D. K. C. MacDonald 
3 * 1 . Simple size-effect in a square wire 

3 * 11 . General 

Thomson (1901) and Lovell (1936) both analyzed the increase of resistance in 
a thin film using the concept of limitation of mean free path by the dimensions of the 
conductor; the method is fundamentally similar to that used in the elementary 
kinetic theory analysis of transport phenomena. Nordheim (1931, 1934), m con¬ 
sidering the case of a thin wire, essentially adapted an expression appropriate to the 
flow of gas down a tube of diameter comparable to the molecular mean free path. 
Andrew (1949) treated the case of a thin wire approximately by an extension of the 
Thomson-Lovell method. 

Fuchs (1938), however, approached the problem of a thin film using the full 
statistical theory appropriate to an electron gas in dynamical equilibrium. This 
method dates principally from the time of Lorentz and has become a familiar feature 
of the modern theory of metals. The derivation of a (probability) distribution function 
of velocity and position yielding statistical equilibrium under the influence of the 
applied (electric 'E' and magnetic 'if’) fields and the electron-lattice collisions is 
basic to this treatment. The expression of this requirement leads in general to an 
integro-differential equation for the distribution function, N. This is known as the 
Boltzmami equation. Given the distribution function as a solution, the electric 
current (and hence the electrical conductivity) and the heat current (if any) may be 
derived, essentially as velocity moments. In the case of limitation by size, the 
scattering at the physical edges enters as appropriate boundary conditions to be 
imposed on the solution 

More recently, Dingle (i95o)t has been dealing in this way with a cylindrical wire, 
while Chambers (1950) has used generalized kinetic theory methods to treat the same 
problem. We, however, have extended Fuchs’s treatment to the analysis of a square 
wire of side a. In all these treatments the electron-lattice collisions are assumed to be 

* The abscissa is the ratio of the specimen diameter as determined by the bore of the 
capillary to the electron mean free path m bulk metal. The latter is known from detailed low 
temperature experiments on a ‘large’ specimen of the same material. 

t We have not yet had the opportunity of reading Dr Dingle’s pa.per. 
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sufficiently represented by a simple isotropic relaxation time, r, througliout. Tins 
corresponds precisely to the assumption mentioned earlier of the idealized quasi-free 
electron model of a metal. The introduction of this relaxation time, related to the 

bulk conductivity, cr by the equation cr = (of. Wilson 1936) (where p is the 

number of free electrons per unit volume), reduces the Boltzmann equation to 
a partial differential equation. It is also generally assumed, following Lorentz, that 
the distribution function, N, under the applied fields differs only slightly from that, 
Nq, existing under true equilibrium conditions (E = H^ 0 ). This corresponds to the 
fact that, in metals, the average energy gained by an electron from the fields between 
collisions with the lattice is very small compared with the intnusic Fermi energy. 
Finally, it is assumed that no restriction need be made on the magnitude of H in the 
solution of the Boltzmann equation This corresponds to neglect of jiossible quantiza¬ 
tion of the electron orbits in the magnetic field (cf. Titeica 1935; Wilson 1936), and 
is therefore in harmony with a purely classical treatment of the metal Since sodium 
in bulk exhibits a very small magneto-resistive effect it would appear that the 
neglect of quantization is then justifiable, but caution must be exercised when 
considering more complex metals. 


3*12. Detailed analysis 

Let the sides of the square cross-section of the wire be a. Choose axes Ox, Oy, Oz 
with Ox, Oy along sides of the square and Oz along one edge of the wire. 

The appropriate Boltzmann equation is 


dn dn n eEv„dK^ 

^ =- 

OX ^oy r m v av 

where n = N — iVJ), 

N{x, y, z, v^, Vy, vj is the actual distribution function, 
]Vq (v^, Vy, v^) being that with E ~ Q, 
and V is the velocity of the electrons on the Fermi surface. 

The general solution of (1) is 


or equally well 


___ eErv^dN^ 
m V dv 


^ eErv^dN^ 
m V dv 





(2a) 

m 


where/ and (j> are arbitrary functions to be determined from the boundary conditions. 
If we assume inelastic electron scattering at the boundaries, then we require that 
TO be independent of the ratio = 0,a; y = 0 , afor those electrons ZeawTOfir 

the boundaries. This can only be realized if to = 0 for these conditions. The complete 
distribution function can then be most simply represented by the scheme of table 1 in 
velocity space. 
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Table 1 


eETV.BN.^ ,1 , 

m V dv 

eEr V;i 0jVo , 

n- -^ 2 

711 V dv 

V 

y<- — (a-x) 

eErv^dNf),^ , ,, ^ 

^ =:-r- 0 (1 _ Q{a-xVTVx)^ 

m V dv 

'^y 

y< — x. 

eErv.dNf. . 

n = -^ — ^(1-e-^^'^^-"), 

711 V dv 

! 

?r 

i 

A 

Vy 

y>-x 

eEr dN^ < m . 

n =-5 (1 _ Q{a-x)lT ux) ^ 

m V dv 

eETt\^dNQ , 

n- -;— ^(^i_q-xItvx)^ 

711 V dv 

{a-x)<—(a-y) 

Vy 

eEr V. dNr .,, ( m . 

-^-?(l_e(a-^/Vr^y)^ 

771 V dv 

x< — ifl-y) 

Vy 

eErv^BNf.^^ , ^ 

=-:-5? (1 _ Q{a-y)'TVy\ 

711 V dv 

{a-x)>~{a-~7j) 

V,, 

a;>- {a-y) 

Vy 




It is obvious that each quadrant in velocity space will contribute equally to the 
total current X: thus 


J. 


- I (1 — dy\ I cZv ^dVydiK 

J {'OyJVx)X ) 1 ' 


Vy>Q 

VxIVp>l 


ijj/ 


i;x>0 

VylVx> 1 


+ 1 (1 — ) doi^ dy \ dv^ dVy dv^ (3) 

J (VxIVy) 1 / / / 




•ErdK 


mv dv 


- vl I arVy (1 — 


Va;>0 

'yi/>o 


0<Vx<Vy 


Thus 

<^-bulk P 


+ aTvffl + — 2rH^Vy (1 — dv.ji.dvydv ^. ( 4 ) 


e-a/r%j.j dv^dVydv^ 


= 1 - 


(i<Vx<Vy 


JJJ 

Vx>0 

Vy>0 


VldV^dVydVg 


( 5 ) 


VoL 203. A. 


15 
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The method to be adopted in evaluating ( 5 ) depends on the value of the parameter 
K^ajl, where I, the mean free path, = -yr, by definition. 

For K large (i.e. incipient size effect), we may express ( 5 ) as 

^ — ][ ^ COB 60 d 0 d<p 

^bTilk 7t\Sk 15/c7 7T/cJ(9 = 0 J^=0 

1 (1 ^-V^KK&in 6) _ 0 ~-/c/(Sln <?)) Q Q 

TTK^Jo 

By then considering upper bounds for the latter integral terms we have for /c ^ 4 , with 
an upper limit of error ^ 2/1000, 


«1 - 0-75//C + 0*254//c2. (7) 

^t)ulk 

It is interesting to compare (7) with the expression obtained by Fuchs for Bifilm of 
thickness a under the same condition, namely. 


«1-0-375//cH-.... 

<^t>ulk 


Comparison of the terms in l//c in ( 7 ) and (la) shows the independently additive 
limitation imposed by the two boundaries in the square wire in the limit of incipient 


size effect. 

On the other hand, for small k (intense size effect) proceeding from ( 5 ) and (6) 
we may obtain an expansion in powers of k, which finally yields the approximate 


formula for /c<^ 1: 


or 

___ 

^bulk 


ifC loge (V 2 - 1) 


-= 1-115/C. 


(8) 


It is again interesting to compare Fuchs’s corresponding expression for a thin jfiim: 


cr 

^bulk 



(8a) 


The much more rapid decrease of conductivity in the case of the' wire ’ is immediately 
evident. 

We further note that Andrew’s (1949) formula for a cylindrical wire of diameter 
b under the condition K'^bjl, 1, is simply 


^l)ulk 


'jK . 


( 86 ) 


If now we set 6 = -7- a so that the cross-sectional areas in Andrew’s and our cases are 


equal we have &om (86) 


^Ijulk 


: 1-128/C, 


(8c) 


in very close agreement with (8). 
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Finally, for values of we may contmue from (5) to obtain single integrals 
tolerably convenient for direct numerical integration. We find 


3/71 4 \ 12 


7T\4k 15/C7 7T IA \4a: 


- cos 0 — — sin <9 — —-X sin 2 d I sin^ 6 dd 


12 r-^fcos6^ 




‘ (i^ — '2 ^ G)) + —K— 'sj{ — cos 20) — — I sin 6 — 


( — cos 2 df 


sin 6 cos 6 — (— cos 20 ) A | sin^ 0 dd, ( 9 ) 


For /c = 1 we find crjcry^^j^ = 0 - 517 , and for k = 0-33 we find cr/cr^^ij^ = 0 - 277 . 


3 - 13 . Com/parison loith experiment 


In figure 2, using ( 7 ), (8) and ( 9 ), we have plotted lOlog^o p/p^j^ik against k. The 
experimental data obtained at various temperatures between 4-2 and 20 - 4 ° K on 
cylindrical specimens of diameter 15,20 (two specimens), 30 and 66/^ are also plotted 
thereon; the diameters, 6, have been converted to an effective a using the relation 



b as above. 


We notice immediately that all the experimental points lie below, or on, the 
theoretical curve, suggesting strongly that no impurity additional to that in a bulk 
specimen is present which would yield an artificially high (‘residuaT) resistance at 
low temperatures. The general feature that all the results tend to lie below the 
theoretical curve suggests that the hypothesis of entirely diffuse scattering at the 
boundaries is not generally fulfilled. Furthermore, the uniform trend towards closer 
agreement with theory with reduction of diameter suggests strongly that the degree 
of elastic scattering is a function of the specimen size. 

Two alternatives present themselves. On the one hand, it is possible that this is 
a property inherent in the size of the specimen itself, such that the uniformity of the 
crystalline structure of the surface depends in some way significantly on the volume 
of the sample. In order to examine such a hypothesis it would first be necessary to 
determine the surface conditions required to provide effective elastic scattering in 
a particular case. In the first place, if the surface were presumed irregular within 
a range less than the 'extent’ of the electron then it seems evident that wholly 
diffuse scattering must ensue. If we turn to the uncertainty relation h.xLp^^h to 
determine Air, we might set Ay> where p is the magnitude of the momentum on 
the Fermi surface. In this case Air ^ A, the de Broglie wave-length, and x 10*”® cm. 

for sodium, assuming one free electron per atom. Alternatively, one might set 
Ap ^ ^{ 2 mhT ), for ^ 10° K this yields Air 4 x cm. Both of these values are, 
however, very small compared with the size of our specimens, and therefore a correla¬ 
tion in this sense seems very improbable. 

On the other hand, since the specimens were formed in drawn glass capillaries it 
appears possible that the intrinsic surface irregularities of the glass might be 
correlated with the diameter to which the capillary is drawn and hence impressed on 
the metal surface. 


15-2 
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3'2. Influence of a transverse magnetic field on the electrical conductivity of afihn 


3 - 21 . The distribution function 

In this section we investigate the change in conductivity produced in a thin film 
under the action of a transverse magnetic field in the plane of the film. Let a right- 
handed set of axes be taken so that the oj-axis is in the direction of the applied electric 
field E, the ^/-axis is in the direction of the magnetic field H, and the 2;-axis is per¬ 
pendicular to the plane of the film. The Hall field will be in the direction of the is-axis 
It will not be constant as in cases hitherto considered (e.g. Sondheimer 1949, 
Chambers 1950), but will vary in magnitude across the film. Let, then, the Hall 
El El 

field he F(z )-\—, where — is the Hall field in bulk metal, r being the radius of the 
r r 

classical orbit of a free electron in the magnetic field. Further, in velocity space, we 
introduce polar angles such that = 'i;sin;\;sin^, Vy = 'ycosx, = -ysinj^^cos^. 
The Boltzmann equation now reads 


V sm X cos 


,dN eHdN 1 / 1 \ 

sin sin ^ + “| sin x cos , 


m dv 


( 10 ) 


where the integral involved is to be taken over the Fermi surface, do) being an 
element of solid angle. 

The term J - -2^+ ^ JJ N{v, z) d(^ gives the net change in N per unit time due to 

collisions, r is the probability per unit time of an electron being scattered, and we 
assume that this has the same value as in bulk metal. In the case of bulk metal the 
integral term vanishes on the grounds of symmetry and r may then be identified with 
the relaxation time (cf. Wilson 1936, p. 159 ).] 

We assume, as usual, that N can be expressed — N^ + n, where n is small. Then 


dn eH dn n 
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Vy, v^, z), and = r, the orbit radius, giving 
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Let the excess electron charge density at the point z be p{z), then 
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and Poisson’s equation requires 
dF{z) 


dz 


Thus (p must satisfy 

,d6 id6 6 
smycos w-:— + -^ +Y 
^ ^ cz rdyr I 


= p—JIM 


z) doj. 


( 126 ) 


El 

jE/sin%sin^-l—sin;\;cos sm;\[cos^ + 7Z—„ 

T dz 


where y = when l^ 4 c 5 x 10 '^ cm., lO^cm./sec. (the appro¬ 

priate values for our sodium metal at --^ 4 °K). Letting z/r = sin^sin^; —g and 
ijr z= TjjWe have 

Idd) (p ^ . 

+ J = 

El . ^ . 

-f — sin cos 9 / + jp (r sm sin tj — rg) sin x cos + ylF'(r sinsin 9/ - rg), 


which has as a general solution 

= El sin X sin 9 / + r J {F{r sin ;\; sin ^—fg) sin x cos ^ 

4 - yZ (f sin ;\; sin t - rg)} ^ ( 13 ) 

where the lower limit of integration is arbitrary. 

The solutions which satisfy the assumed boundary conditions, namely diffuse 
scattering at the edges, are set out in table 2 according to their regions of validity in 
co-ordinate and velocity space. The value of the inverse sine in the expressions is 
to be taken in the range —77/2 to -f7r/2. 


In the solutions, J. is a constant to be determined by the condition that F{z) must 
vanish at 2: = 0 , d. From table 2 , when z = 0,(f> = A for v^>0. From ( 12 a), the excess 

density of electrons leaving 2; = 0 is therefore —^— 27 rA, and the total excess 

density of electrons at 2: == 0 is twice this. Thus 


(dF{z)\ 327 rhVv A 

I a. Lo"” 

we note that A is an odd function of H. 

The function gives the distribution at points in the film for values of x ^nd ijr 
such that electrons scattered from either edge could not directly reach the point with 
such values of x The range concerned is determined by the geometry of the 

film coupled with the appropriate classical orbits. The arbitrary limit of integration 
in this function is determined by the condition that na^st assume the same value 
at ^ = — ^77 and ^ = §77 for a given % and z. 


3 * 22 . The Hall field 

In order to obtain a complete solution for the conductivity it is necessary to 
determine the Hall field as a function of 2 and H universally. In principle this 
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Table 2. Soltjtiok op the tratstspoet equation 
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function would be obtained from the analytic expression of the vanishing everywhere 
of the component of the current density in the direction Oz. 

This, however, leads to an integral equation involving multiple integrals which 
examination shows to be intractable without very prolonged numerical w^ork. In the 
later work we have therefore been forced to approximate by the use of the bulk Hall 
field throughout which leads to an over-estimation of the conductivity in general. 

However, it has been possible to evaluate approximately the Hall field and its 
variation across the film in the case of small magnetic fields as follows. 

We expand the Hall field and the distribution function in powers of l/r, and 
determine the coefficient of 1/r in the Hall field. We denote the complete Hall field by 



2: 

Figtjjeie 3. Variation of Hall field, F, across a thin film of thickness c? = 0 64 x mean 
free path, assuming diffuse scattering at the boundaries. 

(remembering that it is an odd function of H), and arrive at an implicit equation for 
neglecting the curvature of the orbits. In dimensionless form this reads 

f ' G{7j)a[^-i)d7j^ f yG'{7}) 

Jo Ji Jo Js 

AEF dt r°° dt 

where l^ = 2:, ElG{r}) == F^(l7i), Id-^ = d, -y- == A, (x[x) = J = J 

The equation was solved by numerical methods. Since the Hall field assumes, at 
most, its bulk value Eljr, yG'iy) will be negligible except possibly for very small values 
of Tj, We have therefore neglected the third and fourth integrals in the calculation 
which we have carried out for d^ = 0*64 (corresponding to d^ 29 y). The 

calculated value for A is 0-1, and the variation of the Hall field is shown in figure 3. 
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An estimate made for the case also of = 2 (d == 90 ju>) showed that the Hall field then 
attains a value 0*7 of the bulk value. 

The rapid rise of the HaU field as one leaves an edge appears somewhat remarkable 
to us, and at present we cannot suggest any obvious physical reason for this behaviour, 
which one might expect could be expressed in terms of some ^characteristic depth’. 


3 * 23 . Determination of the electrical conductivity 

In order to evaluate the electric current, and hence the conductivity, we require 





Nvxdv^dvydv^, 


( 14 ) 


where the expressions for the distribution function appropriate to the various regions 
of velocity space are set out in table 2. 

In view of the rapid establishment of the Hall field at an edge we have made the 
simplifying approximation of a constant Hall field across the film. In our main 
calculation we have in fact assumed that this has the bulk value El Jr throughout, but 
we add some discussion later about the error involved. Concomitantly we neglect 
the terms involving y in table 2; these terms (which are small anyway) are appropriate 
to the rise of the Hall field at the edge, and such error as may arise will be in the 
opposite sense to that from the assumption of a uniform Hall field. We also omit the 
constant A appearing in table 2; for small fields (large r) the contribution from the 
appropriate term is negligible, while for large fields (r->0) the regions of the film 
where the term contributes are very small. 

One would naturally wish to avoid all approximations but these appear to be the 
minimum necessary to permit reasonable computation. 

In extenso equation ( 14 ) leads, then, to 
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for the case of a film such that d < 2r, and we write d = 2r sina, for convenience. 
Also 
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Figxjbe 4. Theoretical carves for resistance of thm sodium films a, 5Sji thiclmess; b, 29p 
thiclqiess (Hail field assumed bulk value throughout); c, 29/4 thickness (estimated correct 
curve—see text). 



magnetic field (kG) 

FiGtnaK 5. Experimental results on sodium cylindrical specimens mider a transverse magnetic 
field. Diameters. 1, 20/4, 2, 30/4; 3, 66/4 The arrow indicates the appearance of inherent 
magneto-resistance. All results at T=4*2° K {1^4:4: p). 
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for the case of a film such that d > 2 ,r. These expressions do not appear to involve 
O4, but in writing them down use is made of the symmetry between ^>1 and O4, and, 
in fact, the correct result for the conductivity is obtained by doubling the contribution 
feom <l>i. E quation (15) can ultimately be reduced with the approximations mentioned 
above to a sum of irreducible double and single integrals. These we have evaluated 
numerically. Equation ( 16 ) allows direct integration to give 
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bulk 


Z2d{r^ + l^)\Z 1‘^ + r 




{ 26 ^ 2 + 24 ^ 2)^2 
(Z2 + 4r2) (9i2 + 4r2) 


(l+e-^2W0 






( 17 ) 


These results are plotted in figure 4 , for films with d x 29 /t, assuming I = 45 /t 
and 17« 1-1 X lOScm./sec. (cf. Mott & Jones 1936, p. 268 ) These values were chosen 
as being close to particular cases that had been investigated experimentally, and the 
corresponding experimental curves appear on figure 5 , together with other data on 
figure 6. , 



Figube 6. Experimental results on. sodium cylindrical specimens under transverse and 
longitudinal magnetic fields. Diameter of specimens: 1, 30/^; 2, 66/a. O, transverse field; 
A, longitudinal field. All results at ^ 11° K 37 / a ). The arrows indicate the appearance 
of inherent magneto-resistance. 


4 . DlSCtrSSION AND CONCLUSION 

Direct quantitative comparison of theory and experiment is not possible for two 
primary reasons. First, the experimental data were obtained on cyfindrical specimens 
and, while the theory may be extended formally on the same lines to a square wire, 
we have not attempted to evaluate the conductivity numerically in that case on 
account of the complexity of the integrals involved. Secondly, it is clear from § 2 
that a degree of elastic scattering is present in all specimens while diffuse scattering 
is assumed in the theory. Consequently no attempt has been made to plot theory and 
experiment on the same graph. It is clear that the quahtative features of the 
experiments are well predicted by the theory, in particular, the rapid reduction of 
the initial ‘hump’ as the specimen size is increased. The very much quicker descent 
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of the resistance with magnetic field given by the theory in the case of the thinner 
specimen is due considerably to the geometry, since the constricting effect of the 
cylindrical structure will obviously become stronger as the size is reduced; this is 
clearly evidenced by the experimental data on the 20 y cylinder in figure 5. The 
fractional rate of decrease in the relatively large 66 y specimen shows in fact much 
better quantitative agreement between theory and experiment. 

A further problem is the value of the Hall field, as mentioned earlier. For very 
small fields the value chosen has little effect, as may be seen from figure 5, where we 
have also evaluated the initial variation of resistance with a Hall field =0*4 times 
the bulk value as determined in § 3 * 22 . As the field increases the deviation from the 
bulk value causes the resistance to decrease more slowly, we have roughly estimated 
that at 4000 G the Hall field should have attained 0*8 time the hulk value and on 
this basis computed a value for the resistance as shown. This value, coupled with 
the ' corrected’ part of the curve for small fields, gives one a fair idea of the overall 
correct curve for a film specimen. 

It should be observed that the Hall field and its variation will in fact alter with the 
law of scattering. In particular it is interesting to notice that even with perfectly 
elastic scattering the conductivity in a thin film will show a dependence on a trans¬ 
verse magnetic field applied in the plane of the film because of the non-uniformity 
of the Hall field. 

It appears desirable to make experiments in the future on films of sodium in order 
to check the theory more closely. At the same time the effect of a rotation of the 
magnetic field through 90 ° perpendicular to the electric field could be checked 
against Sondheimer’s theory. 

Sodium (and possibly pure lithium and potassium) appears to be the only metal 
suitable for these experiments in view of the higher inherent bulk magneto-resistance 
of other metals, even the heavier alkali metals (cf. MacDonald 1950). Experiments 
were in fact carried out on thin foils of tin, silver and gold. A small difference in the 
correct sense between the two orientations of the magnetic field was observed with 
tin, but the inherent magneto-resistance was the dominating factor in these metals, 
and also with silver and gold the residual resistance was rather high resulting in a short 
mean free path. Thus in the case of silver the mean free path at 4 ° K was and 

the magneto-resistance increase ^ 13 % for about 8kG. 

A simple approximate mean free-path theory was developed for the change of 
resistance in a cylindrical wire under a longitudinal magnetic field which showed 
reasonable agreement with experiments. While this paper was being prepared, 
however, we heard of Mr Chambers’s detailed work on this problem, and we have 
therefore not considered it worth while to include the analysis here, particularly as 
Mr Chambers has also carried out a collateral set of experiments in a longitudinal 
magnetic field on our 30 y sodium specimen. 

We should like to thank Professor M H. L. Pryce and Mr J. L. Olsen for helpful 
discussions in the early stages of the investigation. This work was carried out during 
the tenure of an I.C.I. Research Fellowship by one of us (D.K.C.MacD.). 



240 


D. K. C. MacDonald and K. Sarginson 


Rei'erences 

Andrew, E. R. 1949 Proc, Pliys, Soc. 62, 77. 

Chambers, R. G. 1950 Proc Roy. Soc. A, 202 , 37S. 

Dmgle, R. B. 1950 Proc. Roy. Soc. A, 201 , 545. 

Fuchs, K. 1938 Proc. Camb. PMl. Soc. 34, 100. 

Lovell, A. C. B. 1936 Proc. Roy. Soc. A, 157, 311. 

MacDonald, D. K. C. 1947 J. Sci. Instrum. 24, 232. 

MacDonald, D. K. C. 1950 Proc. Phys. Soc. A, 63, 290. 

MacDonald, D. K. C. & Mendelssohn, K. 1948 Nature, 161, 972. 

MacDonald, D. K. C. & Mendelssohn, K. 1950 Proc. Roy. Soc A, 202 , 103. 

Mott, N. F. & Jones, H. 1936 Theory of propeities of metals and alloys. 

Oxford University Press. 

NorcUieim, L. 1931 Ayin. Phys., Lpz., 9, 607. 

Norcliieim, L. 1934 Act. Sci. et Ind. no. 131. Pans: Hermann. 

Sarginson, K. & MacDonald, D. K. C. 1949 Nature, 164, 921. 

Simon, F. E. 1936 Act. 1th Int. Gongr. Refng. 1 , 367. 

Sonclheimer, E. H. 1949 Nature, 164, 920. 

Stone, I. 1898 Phys. Rev. 6 , 1 . 

Thomson, J. J. 1901 Proc. Camb. Phil. Soc. 11, 120. 

Tijeica, S 1935 Ann. Phys., Lpz., 22 , 129. 

Wilson, A. H. 1936 The theory of metals, p. 161. Cambridge University Press. 


Liquid helium films 
II. The flow of the film 

By K. R. Atkins 

The Royal Society Mond Laboratory, University of Cambridge 
{Communicated by Sir Lawrence Bragg, F.R.S.—Received 29 March 1950 ) 

The rate of flow of the helium ii film has been found to vary slightly with the height of the 
film and the pressure head. Most of the variation can be ascribed to changes in the thickness 
of the film, but a small residual variation at small pressure heads suggests that at least part 
of the flow is subject to frictional retardation. Measurements of the damping of the film 
oscillations enable a small upper limit to be put on the frictional retardation of the remaming 
part, but a similar method applied to flow through wide capillaries indicates that m this case 
most of the flow is opposed by frictional forces. The results are discussed m conjimotion 
with the measurements of Allen & Misener on flow through capillaries and an attempt made 
to formulate some of the general features of the flow of the superfluid component. 


1 . Introdtjctiok 

A very satisfactory qualitative explanation of the anomalous transport properties 
of liquid hehum 11 is provided by the two-fluid theories of Tisza (1938, 1947) and 
Landau (1941), who assume that the liquid is a mixture of a normal component 
and a superfluid component. The normal component possesses a normal viscosity 
and carries most or all of the heat content of the liquid, whereas the superfluid 
component flows with appreciable velocities through the very narrowest channels 
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but carries very little heat with it. Further development of the theory requires 
a more precise formulation of the hydrodynamical equations applicable to the flow 
of the two components, and the purpose of this paper is to describe some experiments 
on the flow of the liquid helium film and to discuss the information they provide 
about the hydrodynamics of the superfluid component. The particular virtue of the 
film for this purpose is that its thickness is only about 2 x 10“® cm., which is con¬ 
siderably smaller than any channel which can conveniently be made artificially and 
is certainly small enough to inhibit the flow of the normal component completely. 

The flow of the film was first studied by Daunt & Mendelssohn (1939), who found 
that the rate of flow was practically independent of the pressure head and therefore 
postulated the existence of a critical rate of flow attained by the film under all 
circumstances and varying only with the temperature. In a later experiment (1946) 
they demonstrated that a velocity almost as great as the critical velocity could be 
realized under a pressure head not greater than OTmm. Bijl, de Boer & Michels 
(1941) consider that this critical velocity is determined by a quantum relationship 
of the type 

mv^d = ah, (1) 

in which m is the mass of the helium atom, d is the thickness of the film, h is Planck’s 
constant and a is a constant not very different from unity. This predicts that 
which is the rate of flow of the film, should be independent of d. Velocities considerably 
greater than were found by the present author (Atkins 1948) and by van den Berg 
& de Haas (1949), but have been shown by Bowers & Mendelssohn (1949) to be due 
to a granular deposit of some solidified gas on the surface holding the film and are 
therefore not fundamental. (In the experiments to be described in this paper great 
care was taken to avoid these contamination effects. The details have been discussed 
in part J (Atkins 1950). Gorter & Mellink (1949) have made an analysis of the 
thermal conductivity measurements in narrow channels and have challenged the 
concept of critical velocity, substituting for it a mutual frictional force between the 
normal and superfiuid components. The three outstanding problems 'which will be 
borne in mind throughout this paper are therefore: (1) Is there anything which can 
reasonably be described as a characteristic velocity? (2) How does the rate of flow 
vary with the thickness of the film ? ( 3 ) Is the flow of the superfluid component truly 
frictionless or are there small dissipative forces such as the mutual friction term in 
the theory of Gorter & Mellink? 

2 . Variation with the film thickness 
(a) Influence of the height of the film 

During the oscillation experiments described in part I it was a simple matter to 
study the motion of the inner meniscus before the start of the oscillations, and thus 
to make simultaneous measurements of the thickness of the film and its rate of flow. 
The rate of flow was found to vary slightly with both the pressure head and the height 
of the film, but in a complicated maimer. The pressure-head eflfects will be discussed 
in more detail in a later section, and at present we shall confine ourselves to the 
statement that, when the vessel was filling and the pressure head was greater than 
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a few millimetres, the rate of filling was completely independent of the pressure head 
(figure 4). Under these circumstances, therefore, it was permissible to talk of 
a characteristic rate of flow Cg and a characteristic velocity Wg = o'Jd. When adequate 
precautions were taken to prevent the formation of solid deposits on the surface 
holding the film, this characteristic rate of fiow had the same order of magnitude as 
in Daunt & Mendelssohn’s (1939) experiments, but varied with the height of the 



Figure 1. Variation of the rate of filling with the height of the film. 

Temperature = 1*47° K. 

film Iq in the manner shown in figure 1. This type of behaviour was observed in all the 
experiments j but the results of figure 1 were obtained with the apparatus which was 
referred to as vessel no. 2 in part I, and the exact details of its construction are shown 
in the inset to figure 1. It was similar in design to vessel no. 1 (see figure 3 of part I) 
but the down-going wide tube X had been replaced by the envelope E, and as a result 
the film height Iq was a more definite and more accurately measurable length. 

In their original experiments Daunt & Mendelssohn (1939) observed an increase 
in the rate of flow when one level was near the rim of their beaker, but they suggested 
that it was due to surface-tension effects. In actual fact the surface-tension rise of 
a liquid helium merdscus near a wall is about 0*7 mm., whereas in figure 1 there is 
a significant variation of the rate of flow at film heights of several centimetres, and 
this must be regarded as a genuine film effect. It is probably a consequence of the 
variation of fihn thickness with height which was established in part I, and, if this 
is so, provides information on the variation of the rate of fiow with the channel width. 
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The ospillation results suggest that, over the range of heights from 0-5 to 5 cm., the 
film thickness can be represented fairly well by the equation 

d = 2*2x 10-6/^0 1^ 

in which the value of k is that appropriate to vessel no. 2, and the exponent n is 
a mean for this range of heights and is the same for the two vessels within the 
experimental error This formula, combined with the assumption that or, is deter¬ 
mined by the value of d at the rim of the vessel, leads to the curve of figure 2 for 
the variation of a, with d. The fact that is not independent of d means that the 
equation 

mcr, — mv,d = ah 



18 1*9 2 0 2 1 2-2 2 3 2*4 

film thickness cm.) 

Figube 2 Variation of cr, and v , with d for the film. O, cr^; +, t?c- 

cannot be exactly true, although, of course, the fundamental principle underlying 
it may still be valid. In figure 2 the characteristic velocity v, — orjd is also shown as 
a function of d, and it will be seen that it is not constant either, but decreases as 
d increases. The values of v, given here are considerably higher than the value of 
about 20cm.sec.”^ which has previously been discussed in the literature and which 
was based on a film thickness of 4 x 10 “® cm. 

(b) Comparison with the subsurface measurements 

AUen & Misener (1939) have studied the dependence of the rate of flow on the 
channel width for flow through glass capillaries and wire-filled tubes. Their results 
are in qualitative agreement with the results of the previous section, for they also 
found that as the channel width was increased the rate of flow increased but the mean 
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velocity decreased. Figure 3 includes for comparison with the present results 
the measurements they made at their lowest temperature (1-20°K), and at their 
lowest pressure gradient ( 0-75 dyne cm.-®). Although the two sets of measurements 
cover different ranges of d, their general trend is similar. The curve of figure 3 can 
be divided into two parts, depending on whether d is greater than or less than about 
10-*cm. For large values of d, the velocity is approximately independent of d, but 



FiGtjBE 3. Comparison of the film results with the measurements of Alien & Misonor, +, ciiar- 
acteristic velocity m the film at 1*47° K, O, mean velocity m Allen & Misener’s 
experiment at 1*2° K imder a pressure gradient of 0*75 dyne -yj (see §5). 

in this region there is a pronounced non-linear dependence on the pressure head. 
When d is less than lO-^cm. the velocity increases rapidly as d decreases, but 
pressure-head effects become increasingly less important until in the case of the 
film they are almost neghgible. To explain this it has frequently been suggested that 
the flow is the sum of a frictionless part cTi, and a pressure-dependent part cr<^ subject 
to frictional retardation. On this assumption, cr-j^ predominates in very narrow 
channels, but as the channel width increases <T2 becomes increasingly more important. 
To test this theory we shall now examine the evidence which points towards the 
flow of the film being truly frictionless, and in the course of the discussion some 
evidence will be presented which suggests that most of the flow through wider 
channels is not frictionless. 

3. Pbessijre-head effects 
{a) Large pressure heads 

The features now to be discussed were unmistakably present in the capillary 
experiments described above, but it was foxmd more convenient to examine them in 
detail using a glass beaker of larger internal diameter ( 0-347 cm.), because then the 
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inner meniscus moved much more slowly and its velocity could be measured more 
accurately. Figure 4 shows how the rate of transfer varied with the difference in 
height of the two liquid levels for this vessel. Confining attention for the present 
to level differences greater than about 0-5 cm., the most striking feature is that the 
rate of filling was independent of the level difference to a high degree of accuracy, 
and this is the justification for the use in § 2 of a critical rate of flow cr^ in accordance 
with the ideas of Daunt & Mendelssohn (1939). The emptying curve of figure 4 shows 



Figube 4 Dependence of the rate of flow of the film on the level difference. 
+, emptying, Iq — 3*78 cm.; O, fillmg, = 0-82 cm. 


a marked dependence on the level difference, but this is probably not a true pressure- 
head eflfect but a consequence of the variation of film thickness with height. If we 
make the reasonable assumption that the thickness of the film at the rim of the 
vessel is determined by the height I of the rim above the higher of the two liquid 
levels, then during a filling the higher level is the outer level, which remains stationary, 
and so the thickness of the film remains constant. During an emptying, however, 
the higher level is the mner level, which is steadily falling, and so the film thickness 
at the rim gradually decreases as the motion progresses, thus producing an apparent 
dependence on the pressure head. The emptying curve of figure 4 is therefore similar 
in character to the curve of figure 1, but it shows much more clearly how the rate of 
transfer increases rapidly at small film heights where d is increasing rapidly. 


i6 


VoL 203. A. 
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( 6 ) Small pressure heads 


Both the curves of figure 4 dip down sharply when the pressure head falls below 
0*5 cm. Since this effect is small and occurs only over the last few millimetres of the 
motion, it can be detected only in the most careful measurements, but it was found 
to occur in several of the more favourable experiments using various vessels, and it 
is considered to be quite genuine. Moreover, there is additional evidence m its favour 
derived from the amplitudes of the oscillations. For a sine-wave oscillation the 
rate of transfer {dxldt)^ at the start of the oscillation is related to the amplitude 
by the equation 


7 = 


27TXq 

T{dxldt)Q 


( 2 ) 


To make use of this expression a small damping correction was apphed to Xq, and the 
mean of a large number of observations was taken to reduce the rather large error, 
10 %, inherent in the measurement ofthe small quantity cCq. Ignoring the possibility 
of a dip at the lower end of the curve, {dxfdt^ was obtained by extrapolating to zero 
pressure head the rates of transfer at large pressure heads. The values thus obtained 
for y in the experiment using vessel no. 2 are shown in table 1 . The mean value of 
7 is 0*93 + 0 * 02 , which is significantly less than unity. This can be explained if the 
value of {dxjdt) just before the start of the oscillations is slightly less than the value 
obtained by extrapolation from large pressure heads, implying the existence of 


the dip. 


film height 
^o(em.) 
3-25 
3*57 
3*16 
2*60 
2-10 
1*03 
0*61 
0-99 
1*95 
2-60 

The behaviour of the flow i 


Table 1 


Xq 


(divisions) 

r 

312 

0*91 

3*25 

0*85 

3*25 

0*87 

3*12 

0*92 

2-62 

0-89 

1*75 

1-01 

1-00 

0*90 

2*00 

MO 

2*25 

0*93 

2*62 

0*91 

very small pressure 

heads 


is of fundamental im¬ 


portance, for if part of the flow is frictionless then this part should be able to exist 
under zero pressure head. In fact, in a steady state, the pressure head is a direct 
measure of the frictional forces opposing the flow, and a graph such as figure 4 
showing how the pressure head varies with the rate of flow is exactly equivalent to 
a graph showing how the frictional force varies with the velocity. The important 
possibilities for the nature of the frictional force are illustrated in figure 5 , Curve 1 
refers to ordinary viscous forces which give a linear variation of flow with pressure 
head. The theory of Gorter & Mellink ( 1949 ) postulates a mutual force between 
and approximately proportional to the cube of the relative velocity as in curve 2 . 

Curve 3 corresponds to the simplest form of the critical velocity hypothesis, which 
assumes that the friction is zero below but becomes infinite at so that can 
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never be exceeded. Curve 4 represents a mixed flow composed of a frictionless part 
which can have velocities up to and a pressure-dependent part which can raise 
the total velocity above but is subject to frictional retardation. Curve 4 seems to 
provide the best explanation of the film results, but we must not exclude the 
possibility, represented by curve 5, that there is a small amount of friction at all 
velocities. Daunt & Mendelssohn ( 1946 ) have shown that the h im can have a velocity 
of under a pressure head not greater than 10 “^ cm., but this result can be fitted 
on to the curves of figure 4 and still allow the possibility that the velocity falls to 
zero in the range of pressure heads below this. 



Figtjbe 6. Dependence of the frictional forces on the velocity. 1, ordinary viscous forces; 
2, Gorter-Mellink theory; 3, simple critical velocity; 4, mixed flow; 5, flow which is never 
completely frictionless. 

(c) The oscillations 

The equation of motion of the film was derived in § 2 ( 6 ) of part I. Introducing an 
extra frictional term/varying in an unspecified way with the velocity, the equation 
for the height x of the inner level above the outer level becomes 

^+f(dxldt)+w^x = 0. (3) 

In a steady state, when d^xjdt^ is zero or negligible, tliis reduces to 



which determines the way in which the pressure head x varies with the rate of fliow 
dxjdt, f is therefore the function which has been discussed in the preceding section 
in connexion with figure 5 . As x approaches zero the acceleration d^xjdt^ becomes 
important and the oscillations commence. The term / then produces a damping of 
the oscillations, and information about/at small values of v can be obtained from 


i6‘2 
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a study of this damping. The point which immediately emerges from such considera¬ 
tions is that the oscillations could not exist at all unless the frictional forces were 
extremely small. Assuming, for simplicity, to obtain an order of magnitude result, 
tha.tfidxjdt) has the form 21cdxldt, then the solution of equation (3) is 

X = XQe~^sm t. 

The value of k which would damp down the oscillations in one period would be so 
pm all that the characteristic velocity would be maintained by a pressure head of 
only 10-2icm. Actually, it is clear from figure 4 of part I that the damping is much 



Figure 6. Damping of the oscillations. Temperature = 1-10° K. Period = 27*8 sec. 

Film height = 4*2 cm. Logarithmic decrement = 0*019. 

less than this. Figure 6 shows the results of some measurements which were made 
with vessel no. 2 at the lowest temperature attainable. From the observed logarithmic 
decrement in this case the treatment given above enables us to deduce that a rate 
of flow cr^ would be produced by a pressure head of only 2 x 10“^ cm. The linearity 
of the curve in figure 6 suggests that the frictional forces are proportional to the 
velocity, but it should be remembered that the damping of the oscillations may be 
due to some secondary factor rather than to fundamental frictional forces opposing 
the flow, and so the argument merely puts an upper limit to such forces. We may say, 
therefore, that the damping of the oscillations proves that there is very little friction 
associated with the flow of the film, and leaves open the possibility that the flow is 
completely frictionless. 

(d) Wide capillaries 

If there is a critical velocity in wide capillaries it is clear from figure 3 that it cannot 
be greater than 3 cm. sec.~^, but, as the flow is so pressure-dependent in these 
capillaries, the true critical velocity may be much less than this. In circumstances 
like this the oscillations provide a very good method of distinguishing between the 



249 


Liquid helium films, II 


frictionless and non-frictionless parts of the flow, for, as was shown in the last section, 
oscillations can only result from that part of the flow which is frictionless or, at the 
most, subject to extremely small frictional forces. If the frictionless part of the flow 
has a velocity then the amplitude of the oscillations is 





fis SI \ 

nR^g) ’ 


(5) 


in which S is the cross-sectional area available for flow, I is the length of the capillary 
and R is the radius of the reservoir, and so v-^ can be estimated from the observed 
amplitude. This method was used to investigate the flow through a capillary 8 cm. 
long with an internal diameter of 0*6 mm., using a reservoir of radius 3 mm. With this 
arrangement the period of the oscillations would have been 6 sec. Actually, at 1*23°K, 
no oscillations with an amplitude greater than 2xl0~3cm. were observed. This 
implies that in this capillary was less than 0*2 cm sec.“^, and therefore most of the 
flow in capillaries of this width must be pressure-dependent. Experiments are in 
hand to apply this method to channel widths in the whole range from the film width 
upwards and thus to determine the relationship between and d. 


4. Thermal effects 

Liquid helium flow experiments are subject to two types of thermal disturbance, 
arising, first, from the heat defect of the liquid which flows and, secondly, from the 
radiant heat incident upon the apparatus. We shall now discuss the relevance of 
these factors to the present experiments. The flow of film into the vessel results in 
a supply of cold to the inside which can be calculated from the observed rate of flow 
and the heat defect of the moving part of the film as measured by Kapitza ( 1942 ). 
A steady state is soon reached in which the temperature inside is slightly low^er than 
outside and, in the type of apparatus shown in figure 3 of part I, the cold brought 
in by the film is compensated by heat conducted through the copper foil provided 
for that purpose. The mam thermal resistance is that of the copper-liquid boundary 
and has been measured by Kapitza ( 1941 ), so that the temperature difference is 
easily calculable and turns out to be of the order of magnitude of 10 -®°K at T47°K. 
This temperature difference would produce a thermomechanical pressure head of 
only 2 X 10”^ cm. of helium, which is so small compared with the hydrostatic pressure 
heads used that it can be entirely neglected. In an apparatus without a copper foil, 
such as that shown in figure 4, the cold brought over by the film is dissipated by 
a distillation process in which liquid evaporates from the bath and condenses inside 
the vessel, giving up its latent heat as it does so. Since the latent heat is about 
80 times as large as the heat defect of the superfluid component at 1*47® K, the 
transfer by distillation need be only 1*2 % of the surface transfer. Assuming the 
vajDorization coefficient to be unity, the temperature difference necessary to produce 
this distillation may be shown to be of the order of K for the vessel of figure 4 
and is again negligible (for the theory of evaporation rates, see, for example, Knudsen 

1934)- 

Radiant heat incident upon the apparatus raises the inside temperature above that 
of the outside, producing a thermomechanical effect and also a steady evaporation 
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of liquid out of the vessel. Since the thermomechanical effect was not observable, 
the steady temperature difference could not have been greater than 10-'5°K, but 
there was probably an appreciable rate of evaporation which increased the measured 
rate of emptying and decreased the measured rate of filhng. Because of the com- 
phcations apparent from figure 4, it was not easy to make an exact comparison 
between the rates of emptymg and filling at a constant film height, but it appeared 
that the rate of emptying was consistently greater than the rate of filling by about 
10 %. The rates of flow and velocities given in figures 1, 2 and 3 are therefore 
probably too small by about 6 %. This does not affect any of the conclusions drawn 
from these results. 



Figure 7. Transfer rates of a film protected from radiation. 

4-, protected film; O, 0, unprotected film. 

Another possibility is that the radiation directly incident upon the film influences 
the situation, either by changing the film thickness or by producing an evaporation 
from the surface of the film. To test this point, an experiment was performed with 
a film protected from radiation in the manner shown in the inset to figure 7. The 
U-shaped vessel emptied through the film formed on the walls of the wider limb A, 
which was completely surrounded by the metal radiation shield J5. The other limb 
G was a monitoring capillary which enabled the level of the liquid in the U-tube to 
be observed from outside. As figure 7 shows, the order of magnitude of the transfer 
rate and its variation with film height were the same as in two similar experiments 
in which the film was not protected from radiation. (This figure also gives some idea 
of the reproducibility of the transfer rates.) It follows that the high rates of transfer 
observed by van den Berg & de Haas ( 1949 ) must have been owing to solid deposits 
and not to the fact that their film was protected from radiation. 
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5. Discussion 

The results of Allen & Misener ( 1939 ) 1 * 2 ° K refer to the flow of practically pure 
superfluid helium, since the viscous flow of the small amount of normal component 
present at this temperature can be shown to be negligible. Moreover, the thermal 
effects which influenced their measurements at higher temperatures were not 
important at this low temperature Their results at this temperature will therefore 
be combined with the results described above in an attempt to formulate some of the 
outstanding features of tlie flow of the superfluid component. To simplify the 
discussion, the mean velocity of flow in Allen & Misener’s experiments will be 
expressed in the form 

-y = + ^2 + % 

= cri/i + «;2(grad^) + ?;3(gradp,f^), 

but it must be borne in mind that this formula may be purely empirical and have no 
theoretical foundation, is important in the widest capillaries, in capillaries of 
intermediate width and in the narrowest capillaries and in the film. 

varies with both the channel width d and the pressure gradient. Since the flow 
is approximately proportional to the square root of the pressure gradient m wide 
capillaries, ^3 may be due to turbulent flow of the superfluid component. Another 
possible mechanism arises from the fact that the velocity with which the normal 
component flows through the tube is quite appreciable, even though its rate of flow 
in g./sec. is small because of its small density. Therefore, if there is a mutual force 
between the two components, the normal component will tend to drag the superfluid 
component along with it. However, whatever the exact nature of the mechanism, 
it may also be important in viscosity experiments involving the damping of the 
oscillations of a disk, and the apparent rise in the viscosity of the normal component 
at low temperatures discovered by Andronikashvili ( 1948 ) may really be caused by 
the superfluid component. 

At small pressure heads or in capillaries of bore less than 5 x 10 “^ cm., % becomes 
small and predominates, varies very slowly with the pressure gradient and 
seems practically independent of the diameter of the capillary. It is, in fact, the 
velocity represented by that part of figure 3 for which d is greater than about 
5 X 10"^ cm. and its order of magnitude is 3 cm. sec.“^ when grad^ is 0-75 dyne cm.”^. 
A velocity of this type is well explained by the hypothesis of Gorter & Mellink ( 1949 ) 
that there is a mutual friction between the two components varying as the nth povrer 
of their relative velocity, for, since the normal component must be at rest in capillaries 
of small bore, the pressure gradient necessary to move the superfluid component 
against this mutual friction would be determined only by the velocity and not by 
the diameter of the capillary. The velocity of the superfluid component would, in 
fact, vary as the Ijnth power of the pressure gradient. Gorter & Mellink take n to be 
approximately 3 , but AUen & Misener’s experiments with channel widths of 3-2 x 10~® 
and 3*9 x 10 ”^cm. show a variation of velocity as the |th power of the pressure 
gradient. It is possible, however, that for these two capillaries the measurements 
were unduly influenced by film flow or thermal effects. 
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In the narrowest channels and in the film is the most important component of 
the velocity, but is by no means negligible and has the right order of magnitude 
to explain the variation with pressure head of the film results shown in the filling 
curve of figure 4 . Strictly speaking, then, the velocity previously called may not 
be % but v^-\-V 2 , in which case is difficult to measure exactly except, perhaps, by 
the method suggested earlier of measuring the amplitude of the oscillations. If it is 
permissible to assume that is strictly independent of the channel width, the 
variation of with d has the form shown by the dotted curve in figure 3, and its 
rapid increase as d decreases is one of its most striking features. The variation of 
cr^ -=r v-^d with d is more uncertain. It is possible that or^ is constant and equal to 
ochim as suggested by Bijl et at. (1941 ), and that the variation of cr^ shown in figure 2 is 
entirely due to However, this would require to be about 15 cm. sec.“^ m the 
film, which is five times greater than its value in wider capillaries, and so the question 
is best left open until a more comprehensive investigation can be made over a wider 
range of d. 

The small damping of the film oscillations proves that is subject to very little 
frictional retardation and, if this is taken to be its main characteristic, the absence 
of observable oscillations in the wider capillaries means that is then very small, as 
would be expected from the form of the dotted curve in figure 3 Obviously, no 
exjDeriment can prove that the frictional forces opposing are accurately zero, but 
merely that they are much smaller than would be predicted by some theory under 
consideration. It can be said, for example, that the theory of Gorter & Mellink, as 
developed by them to explain thermal conduction in channels of intermediate width, 
would predict a damping of the film oscillations too large by a factor of the order 
of 10 ®. Actually they do not claim that their theory is applicable to the narrowest 
channels and ascribe this to mean free path effects, but the discrepancy just 
mentioned is so large that it suggests that their theory is fundamentally wrong when 
applied to the film and is a theory of but not of v^. 

finally, it is important to give consideration to Allen & Misener’s observations 
on the flow of helium n through tightly packed jeweller’s rouge in which the inter¬ 
stices were probably of dimensions of the order of 10 ~® cm., which is comparable with 
the thickness of the film. They found that, although the velocity was probably no 
greater than it is in the film, the flow varied as the square root of the pressure head and 
may therefore have been turbulent. It is difficult to reconcile this fact with any 
theory which requires curl v to be zero during the flow of the superfluid component. 
It is conceivable that the rouge contracted away from the wall of the glass tube into 
which it was packed and that the flow occurred through the gap thus i)roduced, but 
the point is obviously of sufficient importance to justify further experimental 
investigation. 

I should like to express my thanks to Professor J. P. Allen for suggesting this 
problem to me and for many helpful discussions. My thanks are also due to Mr D. V. 
Osborne who assisted with the measurements. During the early stages of the research 
I received financial assistance from the Ministry of Eduation and was enabled to 
complete the work by the award of an I.C.I. Fellowship and a Fellowship at Trinity 
College, Cambridge. 
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Stability of viscous flow over concave cylindrical surfaces 

By D. Meksyn 

Mathemiatics De/parlment, Imperial College of Saence and Technology, London 
{(Jommunicakd by G. Temple, F.R.S.—Received 20 April 1950 ). 


The stability for throe-dimensional disturbances of viscous flow over concave cylindrical 
surfaces is uivosiigatod by the method of asymptotic solutions 

Tho results confirm G or tier’s (‘onclusions that those disturbances can only take place on 
concave surfaces, and that in tho critical condition that the parameter R^{dlrf remains 
constant, where is Reynolds number and djr is the I’atio of the thiclmess of the boundary 
layer to the radius of curvature. 

Additionally, it is found that there are many steady states, and the values of B^iSfrf are 
evaluated for the first two states. 

For a fixed B^{Slr)^ there is a finite number of steady states. 


1. Introdtjction 

The flow over concave surfaces was theoretically discussed by Gortler (1940) who 
showed that it may become unstable under three-dimensional disturbances similar 
to those found by Taylor (1923) in the case of the rotating cylinder. 

Gortler integrated the equations of motion by transforming them into two 
simultaneous integral equations, and then solving them approximately by taking 
a few points on the velocity curve; and, thus, reducing the integral equations to 
a system of several simultaneous linear equations. 

This method of solution could give, however, only a rough account of the 
phenomenon. 

Several years ago the present writer (Meksyn 1946) discussed the stability of 
viscous flow between rotating cyhnders by the methpd of asymptotic expansions; 
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and showed that this method leads to a comparatively simple general solution which 
completely agreed with Taylor’s theoretical and experimental results. 

The aim of the present paper is to apply the same method of solution to the problem 
of stabihty of viscous flow over concave cylindrical surfaces. 


2 . EQXJATIOlSrS 01? motiok 

For the sake of convenience, the derivation of the equations of disturbed motion 
is given here, following closely Gortler’s ( 1940 ) treatment and notations. 

The main flow is directed along the axis of x, where x is bhe length of the arc of 
the surface, which is perpendicular to the axis of the cylinder; y (^ 0 ) is normal to the 
surface, and ^ is along the axis, S is the thickness of the boundary layer and r — const, 
is the radius of curvature, which is taken as positive for the concave side of the 
surface. 

The first equation of Navier-Stokes is 


du r 
dt r — y'^dx 


du du uv du 

u — + v^ - = 

oy r — y oz 

^ d^u ^ d^u ^ d^u 


{r — y^dx^ dy^ dz^ 


r 1 dp 
r-~ypdx 

1 du 2r dv 
r — ydy {r — yf^ dx 



( 2 . 1 ) 


Assuming that ^/r is very small, and retaining only terms of the order S/r, wo obtain 
for the equations of motion and continuity 


du /du u\ du ( 0 % 0 % 1 du] 

dt \dy dz ^ [dy^ dz^ r dyj ’ 

dv dv u? dv Idj) ( 0 % d'^v } dv] 

dt'^'^ dy"^ 7 ^ dz p^y'^ ^\dy^ dz^ r 0 ?/) ’ 

dw dw dw 1 dp (d^w dhv 10v^'l 

dv V dw 

-- 1 _ 0 

oy r dz 


( 2 . 2 ) 


where u, v, w are the velocities along x, y, z respectively; the undisturbed flow 
u = UQ{y), V — Q, w = p ~ Pq satisfies the above equations. 

Bearing in mind that djz is very small, we can introduce in ( 2 . 2 ) the usual boundary- 
layer approximations; namely, since dujdyd^ujdy^rsjdujddy, we can disregard 
ujr in comparison with dujdy and dujrdy against ^%/ 0 y^ the influence of the surface 
curvature appears mainly through the term u^/r in the second equation. 

Assume now that 

u = UQ{y) + u^(y) cos az e^V 

V = vjy) cos az e^^, 

/ ^ . ml ( 2 *^) 

w = sin az 

P = Po(y) +Pi{y) cos aa; 

where w-^ are small quantities whose squares and products can be disregarded. 
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Introducing (2-3) in (2*2) and, making the boundary-layer simplifications indicated 
above, we find 




r pdy 


1 

dy^ 


-a\\, 




J^v 

[dy^ 


W-t = — 


1 dvj^ 
oc dy ‘ 


(2-4) 


Eliminating between the second and third equations, and substituting the value 
of we obtain 


d^v^ 
’ dy^ 


■{^+va?)u^=^VT^, 

(y?+2va2) +a2(^+= 


2(X%n 


•U.. 


(2*5) 


Transforming the variables, and introducing various abbreviations, let 
7 , = ylS, U = u,IU„ cr=^ad, T^ = a^S^+^,^ 

u,s\-^ 


Dropping the primes we obtain 

^ dU 
Lu —V, 
dy 


U-i, V = 


where 


LqLv = -‘Cr^ylJu,} 
d^ . 


dy'^ 

d^ 

dy^ 


4 = 


and V is the velocity of the mean flow. 

The boundary conditions on the surface of the soMd body are 


( 2 - 6 ) 


(2-7) 


(2-8) 


%(0) = = W]_(0) = 0, 

or, from (2-4), %(0) = ^i(O) = — 0. 

Mfl,hing use of (2-7) we finally obtain for the boundary conditions on the surface of 
the soMd body 
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3. Asymptotic integrals 

The flow along concave surfaces is similar to the flow in Taylor’s ( 1923 ) case of 
rotating cylinders, when the outer cylinder is at rest, and the inner is rotating. 

The method of integration was explained in detail m the previous papers (Meksyn 
1946 ), so that only few explanations will be given here. 

Eliminating u between (2-7) we obtain 

1 d^v 2U'd^v | ~cr^ + 2T^ ^ 17" 2U'^~jd^v 


Udf U di 


U U'^ c/3 J dTj^ 


+ 


2 ( 0-3 + t3) ^ |~ (o-3 + t3) C 7 " _ 2 ( 0 - 3 + t3) U '^ T 3 ( 2 o^j^-| ^ 


■U'— + 

C73 "" d7}^^ 


2o-3t3 dv 

'U^ ^ d^' 


C73 

p 2 crV^ (T^T^ "1 


c/3 

■%ri 


+- 


u 


T 


df 


(3-1) 


where primes denote differentiation with respect to tj. 

?; = C?(^)e«W, (3-2) 

where G{rj) is a slowly varying function of 7 , and g contains the large parameters 
pL and cr. 

Differentiating (3-2) with respect to 9 /, substituting in (3-1) and retaining only the 
terms of the two highest orders of magnitude, we obtain from the terms of the first 
order 

(P-r2)2(P-~a'2)-hcr2/^C7?7' = (h 


(3-3) 


The terms of the next order of magnitude lead to 
C'(7)[f 6g'3f' 


+ G'{v)\^ 




(0-3 + 2t3) 

u 


Consider the case /d = 0 , i.e. = o-3, 

and put for shortness /(ij) = 6g'(^'3 — o-3)3. 

Then we can transform (3-4) into 


j Idf 2C/' 
^^^^'C/d5/ 3C/3‘ 


2 C' 
■ U 


C{v) = 


AUi 


whence, on integrating, = -- -, 

g 4(1 2 - 0 - 2 ) 

where A is a constant of integration. 

To find u, let , c 

u = D{7]) e^. 


s--“;Tvr] 

.r3(2cr3 + r3)^^,]^^_ 

(3-4) 


(3-5) 


(3-6) 

= 0 , 

(3-7) 


(3-8) 


(3-9) 
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whence from (2*7) and (3*8) 

D{V) 


U'0{7J) 


Am m 




(3-10) 


To complete the integration we have to solve ( 3 * 3 ) which is done for the case when 
= 0 , then 



where = L 


(3-11) 


To proceed with the integration we have to specify the velocity profile U(7]), It 
was shown by Liepmann ( 1945 ) that the velocity profile in the present case follows 
rather closely Blasius’s flat-plate profile. 

According to Gortler the final results depend comparatively httle on the precise 
expression of the velocity profile; this also follows from the asymptotic integrals, 
since they depend on the integral properties of the velocity curve. 

To simplify computations we assume accordingly for U a profile consisting of two 
straight lines, namely, 


U ^ 7/ for 1,1 

U = I for j 


(3-12) 


a case treated also by Gortler. 

The asymptotic integrals are obviously not valid for the second region. 

We shall now closely follow the procedure, and as far as possible the notation of 
the paper dealing with the case of rotating cylinders (Meksyn 1946 a). 

Transferring the origin of co-ordinates at 7 / = -I, put 

V = i + Vi, 

whence ~(~ 2 ^) 


In the final result there appear terms like 



and the term of the first degree in g' gives no contribution; whence w^e obtain approxi¬ 
mately, as in the case of rotating cylinders, 


where 




JL 

2cr* 




— i ^ < 1 - 


Now introduce the following notations, let 

2 ”,- -I 

«! = eT^ <^2 = ® 3 
a = {l + o)^h)i, a = (l + oo^h)^ 

+^)*i 


(3-14) 


(3-15) 
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where d can be taken as a complex conjugate of a; whence 

ir = era, ga = era, gg = -era, \ 

- w w r 

= - (ra, gg = oraQ, gg = - eraQ. J 

In the determinant which follows from the boundary conditions, the factors of the 
exponentials in u and v (3*8), (3*10) appear symmetrically, and drop out from the 
final result; we can therefore put, as far as the characteristio equation is concerned, 

— exp {aerT}), == exp {dorrj), 'i 

^3 = exp(-acr'?/), = exp(-~a(r^), Y (3*17) 

^5 = exp (aoor?/), ^^6 = exp {-aQO-T/),) 

where the subscript at tj is dropped. 


4. IXTEGBALS WITHIN THE REGION TJ = COnst. 


" The asymptotic integrals are not valid at the edge of the boundary layer since 
i7' vanishes, and the large parameter fi becomes ineffective. We have, therefore, to 
integrate the equations for U = const., and link up the solution with the “asymptotic 
integrals; this provides us with the required three boundary conditions. 

At 7 = 1, 17 = 1, 

and the equations (2*7) become 


^^4 ^^2 




— er’^jMu, 


d^u 

0 . 

dTj^ 


(4*1) 


The integrals which tend to zero for tj positive and large are 

% = J. 

jA.w ” (4*2) 

+ Cti) e-^v - ^ e-erv^ 

where A, B,G are constants, and the subscript $ denotes that the integrals are taken 
at the edge of the boundary layer. 

The elimination of these constants provides us with three additional boundary 
conditions. 

At the edge of the boundary layer, where the solutions are linked up, the velocities 
u, V, w have to be equal for both solutions, i.e. from (2*4) 


u, V, V* 

must be equal for both solutions. 

From the first (4*2) we find 


(4*3) 


crug + u^ = 0 , 


(4*4) 
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and differentiating with respect to rj, we obtain 

+ = 0, 

or% + 2crv's + Vs = 0 . 


(4 5) 


5. The charagtekistic equation 
Let the general solution of u be 

b 

w = 2 

U=1 


(5-1) 


where A ,, are constants and the particular integrals {3T 7). Introduce the notations 

(for /? = 0) 

= eg = a^cr^, 63 = 6^ = eg = eg = Ugcr^, ' 

Vi = - Vs = acr^a^--!), y^ = --)]^ = dcr^{d^-l), ■ (5-2) 

% =-^6 = 

the boundary conditions (2-9) on the sohd body lead to 

s = 0, S = 0, S A^7i„u<-^^ = 0, (5-3) 

n=l n~l n—1 

where denotes that it is taken on the boundary of the solid body, i.e. at ^ = — -1. 

From (2-7), (3*17), (4-4) and (4*5) we obtain the boundary conditions on the edge 
of the boundary layer 


E -4^(1+«„) = 0 , E = 0, 2 = o, 

n—1 n—1 n~l 


(5-4) 


where 


r» = + 


In the present case C7' = 1, and denotes that it is taken at ^ 

Eliminating the constants from the six boundary equations we obtain the 
characteristic equation 


<> 







vj^uf 



{\+af)uf ... 

(1 +ag) 


72 wf 


aiTi^i® 




= 0. 


(5*5) 


In the above expressions only the terms of the highest order are retained. 


6. Evaluation of the determinant 

In evaluating the determinant we must bear in mind the order of magnitude of the 
terms; the parameter Uq is purely imaginary, but a and d are complex quantities, 
the real part of which can be assumed to be positive. 
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In the determinant there will be terms of dilferent orders of magnitude; since 
exp (no-) is large only terms of the highest order need be retained; they are pro¬ 
portional to ufuf ~ exp {(a + a)(T + aQa], 


and to the complex conjugate terms, this considerably reduces the computations. 
The final result is p ^ q ^ ^^ 

where 


P = [—(6:2--6]) 7/5-f-(^5 “ ^l) ^2 "” (% ”"^2) [(^ TlTs (^0 

- (1 -ha)7^75K-^)] + (1 + ^0)7 i 72 V2 (^5-^1) + Vi (%-^2)]. 

and 

Q = [(ea - %) Vs + (65 - fii) V2 - (€5 - ^2) Vii [(1 + «) 7276 («o “ «) 

- {1 -f d) 7^76 (do - a)] + (1 + “o) 7i72 (« - «) [^ 2(^5 - ^i) - Vii^s - e2)]- 

( 6 - 2 ) 

Dividing the equation (6-1) by ( 62 -^ 1)7172 bearing in mind that 



and putting (1 - 1 - = i 11 -|- A |t, 1 

a = (l + WiA)i = Ze« = (l-he'-r/i)i,/ 
where K cos/c> 0, we obtain, after some lengthy computations, 

tancrj 14-A|- AD-^BKE+ 2K^sin k cos (k—I n) 
\l + }r\^~ ^ AKE+ 1 1 h-A 11?D 

where 


(6-3) 

(6-4) 


(6*5) 


A = 2{2 + h — ^h^)Kcos (a:— |-7r)--2| 14-A|, 

B — 4:K cos {k — I tt) + (2 + a — ^h^), 

AD =: (1 + 2K cos K 4- K^) [sin f tt +K cos {k + f tt)] + sin /c, 

AE = (1 + 2E cos K + K^) [sin (/c 4- f tt) 4- E sin (2a: + |7r)] — sin a:, 

A = (1 4 * 2E cos /c 4- [cos /c 4- 2E cos {k + § 71 ) 4 - E^ cos (2 a: 4 fTr] 4 , 


( 6 - 6 ) 


We have assumed in the above that h is negative, it is easy to see from (6*5) that 
only under this condition can there be a real solution for or. It follows, therefore, that 
such motion can exist only on concave surfaces; a result found by Gortler, and which 
follows from Taylor’s, work on rotating cylinders. 


7. SOLTJTIOISr OF a?HE CHARACTEBISTIC EQUATION (/? = 0) 

We have to solve the equation (6*5) in order to find the critical values of pc and or 
corresponding to the minimum Eeynolds number when such motion is possible. 

Since the right-hand side of (6*5) changes slowly with A, the problem is reduced to 
finding the minimum value of pi, where 

pi^h^o^ 
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under the condition that | I+ h\^or const., 

which leads to Ti. = — 3. 

To solve the equation (6-5) we assume for h a set of values; this enables us to find 
cr, whence y is found from 


and the critical parameter R^^($/r) from ( 2 * 6 ). 

( 1 ) Taking values near A = - 3 we can find the critical state. 
The first two critical states correspond to 


il 


it- 

54 , 

Ji = -4-5, 

ctS = 4-5, 


r- 

157, 

h = -4-0. 


If we express the results in terms of momentum thicloiess 6, where 





u)ud7j — 


we obtain the corresponding values 

ad = 0*400, 


ad = 0*75, 



(7*2) 


(7*3) 


The results corresponding to the first critical state are of the same order of 
magnitude as in Taylor’s case, where, of course, there are many steady states, 
although only one solution was given in the case of rotating cylinders. 

Gortler ( 1940 ) found for the first critical state 



ad^O'U. 


The present investigation does not provide any evidence of the existence of this 
lower state. 

Liepmann ( 1945 ) investigated experimentally the three-dimensional instability 
of flow on concave surfaces; according to his results the flow breaks down when 


and when 



for 0*06 % turbulence, 



for 0*3 % turbulence. 


In figure 1 are given the curves of the first and second steady states. 

The upper parts of the curves can only be taken as a very rough approximation, 
since they correspond to values of h which are very close to unity; for such values, 
however, the integrals have a critical point in the middle of the flow, and the present 
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method, is not applicable; in this case w& have to use a more involved method, as 
explained in the case of contra-rotating cylinders (Meksyn 19466, p. 492). 

(2) As was mentioned above, in order that the equation (6‘6) may have a real 
solution it is necessary that (1 + ^) should be negative, i.e. the absolute value of 
h should be larger than unity; whence from (2-6) and (7-1) we obtain 

i.e. for a fixed value of i?s, (T has an upper hmit, i.e. the wave-length has a lower limit; 
this is in striking contrast with the case of vibrations in an inviscid fluid. 



Figure 1 


(3) Since tMs kind of instability depends on the integral properties of the velocity 
curve it should be very little influenced by pressure gradient, as was found experi¬ 
mentally by Liepmann (1945). 

This is in great contrast to stability of laminar flow when disturbed by Tallmien's 
waves, since the latter depend on the differential properties of the velocity curve 
and are, therefore, very sensitive to anything which changes the form of the velocity 
curve; as for instance, pressure gradient or suction. 

8. Approximation in the solution 

We shall now consider the approximations involved in the above solution. 

In the present case, as well as in the analogous case of rotating cylinders, when 
the external cylinder is at rest, the asymptotic integrals have singularities close to 
the boundary where g' and — cr^ vanish. The solution is not valid close to these 
points, and we need, therefore, to find the power expansion near these points and 
link it up with the asymptotic integrals; that is an extremely laborious procedure. 

According to Taylor’s (1923) measurements, in one case the ratio of the angular 
velocities of the external and internal cylinders was 

fo = = 0-160; 
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yet this did not change the critical velocity as compared with the case when 
Og vanishes, and only a comparatively small change occurred in the critical when 

/I = 0 * 2 . 

But in these two cases the integrals have no singularities; we can therefore con¬ 
clude, on physical grounds, that these singularities have no influence on the final 
result, they were accordingly eliminated by suitable simplifications of the integrals, 
as can be seen from the case of rotating cylinders (Meksyn 1948 a) and from (3*13). 

In the present case the position is no less favourable. If we consider, to fix ideas, 
the first stable state, the critical point is about 1/180 from the solid boundary, and 
at distance 0*06 from the boundary the asymptotic integrals are valid. 

We may, therefore, safely conclude that the singularities may be eliminated by 
slightly modifying the mean flow. 

The second approximation introduced in the solution of the problem of rotating 
cylinders, and followed up in the present paper, consists in assuming that remains 
virtually constant, having the value corresponding to the middle point of the 
flow (3T4). 

It can be easily shown that, in fact, changes comparatively little starting, say, 
from 1/16 from the boundary to the edge of the boundary layer, and that in the 
middle point is equal to the arithmetic mean of its extreme values. 

This approximation turned out to be very successful in the case of rotating 
cylinders, where the boundary conditions are symmetric with respect to both 
boundaries. In the present case the approximation is, perhaps, less certain because 
of the dissymmetry of the boundary conditions. 

The third approximation was introduced by making use of the linear profile 
instead of the Blasius’s profile. 

According to Gdrtler this has little influence on the final result, and this can also 
be inferred at a glance from the expressions for the integrals. 

In the case of Blasius’s profile the integrals have a singularity also at the edge of 
the boundary layer where U' vanishes; and the profile will require some modification 
within this region. 

It is not difficult to see why all such modifications have little influence on the final 
result. 

The decisive expression is an integral across the boundary layer of what is virtually 
the sixth root of the velocity, and it is obvious that very slight modifications at the 
two extremities of the velocity profile, which, on physical grounds, should have no 
great influence on the motion, are sufficient to get rid of all singularities. 

The main aim of this paper is to bring out the general method of integration, and 
the salient features of this kind of motion; and to this end it is best to consider a case 
as simple as possible. 

9. Solution of the charactbeistig equation, /?=i=0 

We consider now the case when /? is not equal to zero (the solution depends on 
time), but ^S^jvcr^ is sufficiently small, so that (2-6) differs only slightly from 
in that case the main influence of fl on the solutions comes from the term tan cr\ 14- A | ^ 
in (6*5). 


17-2 
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To integrate the equations of motion we have first to find the roots of the equation 




where 


Putting 


we find 
where 


r2 = C72 + i_. 


2r^ H- cr^ — cr^ 


x^~3x + 2 + H — 0, 

H = 21p\vlli8^f, 


since in the present case Uq= I, and we consider the solution for the i)omt ^ 
From (9*1), ( 9 * 2 ) and (9*3) we obtain 


where 




Under these conditions H is very large, whence from (9*3) 


70 “= 7 


Combining (9-4) and (9-5), and, bearing in mind that 7 is small, wo obtain 


f = or(l+ 7 ) 


fi T 

_ ^(1 + 27L 


we easily find g' = (To (1 + 


where 


o'. = (i+y)<r, 


which is identical with the corresponding expression for g', (3-14), in the case when 
^ = 0 , whence, for instance, the solution ( 7 ' 2 ) holds good in the present case, i.e. 


From (9-6) 


\ = — 4-5, = cTg = 2-4. 


where and cr^ correspond to the case y? — 0 , finally we get 




R<t = iJoO-o, 


whence 


if > 0, then cr < cTp, and B > B^, 


(9-9) 
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i.e. when Reynolds number, or the parameter J? ^( 5 /r), increases, the motion becomes 
unstable, and the wave-length increases, the connexion between B and cr being 


expressed by a hyperbola, the value of /? close to the curve of instability is 

Syo-g _ 3y(rg 


U ' 


-Bn 


(i+y)"Bo' 

where cTq corresponds to the case yff = 0. 

If we take a point on the first curve in figure 1 and draw a hyperbola 


(9-10) 


Ba = Bq(Tq — const., 

the points on this hyperbola inside the curve correspond to larger B and smaller 
cr, i.e. to unstable states, whereas the points outside the curve correspond to stable 
states. 

If a disturbance starts from a point A, and follows along the line cr = const., it is 
damped up to JS, and destabilized from B , y? first increases from B, reaches a maximum 
value, and is equal to zero at G and so on. 

Liepmann ( 1945 ) found that there is a continuous change from transition to 
turbulence due to Gdrtler’s vortices to transition caused by Tallmien’s waves. 

If we plot in the figures the corresponding curve due to ToUmien’s ( 1929 ) waves 
this conclusion can be easily understood. 

When r is ‘small’, Tollmien’s curve will move far to the right in the figures, and 
stability will be dominated by three-dimensional disturbances; by increasing r, 
Tollmien’s curve will move to the left, and the motion is destabilized partly by three- 
dimensional, and partly by two-dimensional disturbances; at first the former will 
break up the flow, until by further increase in r Tollmien’s curve will move so far 
to the left, that finally the two-dimensional disturbances will dominate the flow. 


It is a pleasure to me to express my thanks to Professor G. Temple, F.R.S., for his 
very helpful interest in my work, and to the Department of Scientific and Industrial 
Research for a grant which enabled me to carry out this work. 
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On the Bose-Einstein condensation 
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Revised 24 Apnl 1950) 


The Bose-Euistein condensation of a gas is investigated. Starting from the well-imown 
formulae for Bose statistics, the problem has been generalized to include a variety of potential 
fields in which the particles of the gas move, and the nmnber w of dimensions has not been 
restricted to three The energy levels are taken to be 

e* = = constant ^ (1 ^ < 2 ), 

the quantum numbers bemg ^^= 1 , 2 , , and a^, being certain characteristic 

lengths. (For a = 2, the potential field is that of the ^^;-dlmenslonal rectangular box; for a = 1, 
we obtam the w-dimensional harmonic oscillator field.) 

A direct rigorous method is used similar to that proposed by Fowler & Jones ( 1938 ). It 
IS shown that the number g = to/a determmes the appearance of an Einstein transition 
temperature Tq. For 1 there is no such pomt, while for g > 1 a transition point exists. For 
1 < g ^ 2, the mean energy e per particle and the specific heat dejdT are contmuous at T = Tq. 
For g>2, the specific heat is discontinuous at T= Tq, giving rise to a A-pomt. 

A well-defined transition pomt only appears for a very large (theoretically infinite) numbei 
N of particles. is finite only if the quantity v = iV/(ai. is finite. For a rectangular 

box, V IS equal to the mean density of the gas. If v tends to zero or infinity as iV* —> co, then 
Tq likewise tends to zero or infinity. 

In the case g > 1, and at temperatures T < Tq, there is a finite fraction NJN of tho particles, 
given by = 1 —(T'/jro)<^, m the lowest state. London’s formula ( 19386 ) for tho three- 
dunensional box is an example of this equation. 

Some further results are also compared with those given by London’s (continuous 
spectrum approximation. 


PHYSICAL TREATMENT 


1. Inteodijction 

We consider N particles (which are considered to be structureless non-interacting 
mass-points) distributed over various quantum states in such a way that the 
number of particles in the state i of energy is given by 




or N,= 


XQ-eJkT 


The total number of particles is 


Ar = SA; = s 

1 i 




(M) 


( 1 - 2 ) 


The index i is not simply the energy-level number, but denotes the group of 
quantum numbers which define a micro-state of the particle. Therefore, for two 
different values of i the energy may sometimes be equal; thus the use of weight 
factors is unnecessary. To obtain simple results, e.g. a finite A for T = 0, the zero 

* Institute for Theoretical Ph 3 ?sics, The University, Utrecht, Netherlands, 
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point of the energy scale is chosen at the lowest level Cq, which is supposed to be 
single. The corresponding term Nq in {1-2) is now 

iVo=: A/(l-A), (1-3) 

which implies A < 1. 

We call (IT) the Bose-Einstein distribution. We are not concerned with its 
foundation or accuracy (for a discussion of these see Schubert 1946; Sommerfeld 
1946; Leibfried 1947, Kaempffer 1949; and Wergeland 1944). Our problem is to take 
the equations (1*2) and (1*3) as defining A and to examine how the behaviour of 
A and thence of the other derived properties as functions of the absolute temperature 
T and mean density of the gas consisting of these particles depend on the distribution 
of the quantum states, i e. on the potential field in which the particles move. Examples 
of such derived properties are the mean energy of a particle 


^ ~ -XT S 


1 


(1-4) 


the heat capacity per particle dejdT, 


(1-5) 


and the P-V-T diagram of the gas. These problems are investigated in the case of 
the rectangular box and of the harmonic oscillator, both in one, two and three 
dimensions. In the mathematical portion of the paper we investigate more general 
fields. Many equations in the physical portion of the paper are proved in the 
mathematical portion. In such cases the references to the corresponding equations 
of the mathematical portion are given on the left-hand side of the page. 

Einstein (1925) was the first to remark that with a perfect gas, consisting of a large 
number N of particles with mass m, enclosed in a three-dimensional box of volume 
V, there exists a transition temperature Tq defined by 


N/ A2 
V \ 27 TmkTj 


= 2*612, 


( 1 * 6 ) 


such that at temperatures below Tq there appears something Hke a condensed phase. 
London (i938a,6) calculated the P-F-jT diagram of such a gas and showed that at a 
certain chosen temperature Tq and volumes smaller than the volume V given by (1 * 6), 
the pressure is independent of the volume, as with a real gas in the two-phase region. 
Therefore, this effect is called the Bose-Einstein condensation. Other investigators, 
e.g. Uhlenbeck (1927), have raised objections against this nomenclature, reasoning 
that at the transition point there is not a discontinuity in the energy e (i.e. there is no 
latent heat) nor even in the specific heat; the discontinuity occurs in d^e/dT^. 
Secondly, there is no spatial separation into the two phases as with vapour and 
liquid, the two phases both fill the whole space as with two mixed gases. Thirdly, as 
London has remarked, with a Van der Waals gas the P( F) isotherm would not show 
the above-mentioned horizontal portion. For a perfect gas, however, the name 
' condensation' is not altogether inappropriate, and we shall use it throughout our 
paper. 

We shall not approximate to the sums (1*2) and (1*4) by integrals (the continuous 
spectrum approximation) as is often done (London 1938 b), but shall investigate 
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these sums themselves. This has already been carried out by Fowler & Jones (1938) 
in a somewhat different way for the three-dimensional box, but our aim in the 
physical portion of the paper is to investigate whether a transition point exists in six 
special cases, and if so how its character can be described. Some of the results have 
already been reported m a letter byDe Groot feTenSeldam (1949). One of the principal 
aims of our investigation is to give a rigorous mathematical basis to the calculations 
on the Bose-Einstein condensation. Details^are summarized m the mathematical 
portion of the paper. 

When T = 0 all summands of (1*2) vanish except Nq, so that N = Nq. Hence all the 
particles are in the lowest state and, because of (1*2), 

A = W/(W+1). (1-7) 

In the limiting case W->oo, A = 1 (1*8) 

at T = 0. The mean energy e vanishes at T = 0. 

When T is increased above zero, some particles move to higher levels. This 
migration from the lowest level increases with increasing T, so that Nq decreases, 
and because of (1*3) the same is true of A. When T->oo, all the N^ are equal (all states 
are equally probable), but they are infinitely small for finite N. This implies that 
Nq and A are zero. 

2 . The three-dimensional box 


Consider N particles in a rectangular box with sides a^, and a^. With the chosen 
energy scale, the energy levels are 


^8,UU 


8m \ a| ®| / 


{s,t,u = 1,2,...). 


( 2 - 1 ) 


The mean density of the gas n = Njia-^a^a^) (2-2) 

is independent of the temperature. 

The mathematical investigation for finite values of N and (§§A and B) 

leads to the A(T) curve given in figure 1 and shows that A, e and all their derivatives 
with respect to T are continuous for every T. There is therefore no transition point 
in this case. 

Now let N and a-^,a^,a^ tend to infinity in such a way as to keep the density 
n constant. The A(T) which results (figure 1) is given by 

(E.4) X = 1 (T^To), (2-3) 

/ ^2 \i /y\f ”0 

(2.4) 

in which Tq is determined by 


/ 00 

“(toarj-,?y‘p-') 

The A(3’) curve now consists of two parts that join at the transition point Tg with 
a discontinuity in d^XjdT^. Further, for all temperatures 


e = 


3 J^ 

2n 


/27rm]cT\^ “ . . 


jtT 

2-612 



(E.21) 


( 2 - 6 ) 
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For T ^ Tq, because of (2*3), 

e=^^ikT(TIT,)\ (2-7) 

and hence dejdT = l-Q 2 Jc{TITg)^. (2-8) 

For T'^T^it follows from (2-4) that 

(E. 25) e = pr i; I J-K (2-9) 



Figxjbe 1. X{T) m the case of the three-dimensional box.-finite N and ag, 0.3; 

- N infinite, density n finite;-curvilinear asymptote; A=constant nT~^^ 



Figxtbe 2. The mean energy e and the specific heat dejdT for the three-dimensional 

box in the linutmg case. 


At r = e has a discontinuous second derivative. If ^->00, A->0, the quotient 
in (2-9) tends to unity and e-^^kT, the classical value (figure 2). For temperatures 
below Tq it follows from (1*3) that, in the hmiting case, Nq-^qo, This happens in such 
a way that the fraction N^jN is finite (London 19386): 

(E. 15) njn = N^jN = 1 - (T/I),)*. (2-10) 

The density 7^o — iVJj/F of the particles in the lowest state is also finite. The number 
N — Nq = particles not in the lowest state, for which obviously 

N,n.lN = n,^ln = (TIT,)i 

may be called the effective particle number. can be defined similarly. 


( 2 - 11 ) 
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For one mole of particles, n = Jfji^ ^ where Jf is Avogadro s iiiinaber and 'V' the 
molal Yolnme. Now ( 2 * 5 ) defines Tq as a function of 7 ^, and ( 2 * 3 ) and ( 2 * 4 ) give the 
function X{T,'ry Finally, the total energy per mole - >jV'e is given by (2-6) as 
i{T, i^) (accordmg to the energy scale chosen). From this function one can calculate 
the isotherms as has been done by London (1938 b). From 


(^i)kln 


8m \al a| a| 


( 2 - 12 ) 


it is clear that, with uniform variation of the volume the enei'gy levels 

are proportional to i^-^, so that 

de^\dr^^le,ir, ( 2 . 13 ) 

and the pressure is P = ^ ( 2 * 14 ) 

For T^Tq one obtains because of ( 2 - 9 ) 

Py' = CRT, i.e. P = nkCT, ( 2 ^ 5 ) 


in which C (the quotient of ( 2 * 9 )) varies from 0*5133 for T = ^^(A = 1) to 1 for 
T^oo (A^O). So the gas law is the same as the classical one, except for a factor of 
the order unity. For P < Pq, A = 1 and 

= 0‘5133PP(P/Po)^ i.e. P = 0*51339^e£e fcP. (2*16) 

Thus below the transition point a finite fraction of the particles is in the lowest 

state and does not contribute to the energy ^ and the pressure P, the really effective 
particles having a density n — riQ^ nQf^^. (This explains the name ‘effective density’ 
for the quantity .) 

According to (2*1) the lowest state = 1 is taken to have the energy zero. 
Since the kinetic energy for the lowest level has the value 


_ ^ /I i L\ 

8m \al^al'^alJ ’ 


( 2 * 17 ) 


this means that the potential energy is chosen as —Cq. In our problem s, t and 
u must each be at least 1. London takes as the lowest state the one with s,t,u = 0 and 
zero kinetic energy. But his boundary conditions are not quite the same as ours. 
London postulates the periodicity of the wave function in large blocks containing 
N particles, and normaHzes the wave function in such a block. For this boundary 
problem wave functions exist with some or all of the numbers s, t, u equal to zero. 
Pox s,t,u = 0 the solution is T = constant. In this case the energy levels are 

'■-tefe+Sl+al) = ( 2 - 18 ) 

where the potential energy is chosen to be zero. If ( 2 * 18 ) is used instead of (2*1), we 
obtain the same qualitative results. The quantitative results in the limiting case of 
infinite N with constant n are not affected at all (cf. the remark at the end of §E). 
In the periodic boundary problem a phenomenon occurs for finite N which in our 
problem only happens in the case N-^co, namely, the particles in the lowest state 
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4 . The harmo^^ic oscillator, three dimehsioks 

For the sake of simplicity we shall consider in this section only the isotropic case 
and suppose the potential energy to be 

V = + ( 4 * 1 ) 

where x, y, s are the deviations from the origin (0,0, 0). The energy levels are given by 

eM,« = ^(y£)G + ^+« + l) (s,i,w = G-2) 

Each particle in the lowest state is, classically speaking, confined to a 'living-space’, 
bounded by the surface 

+ + = (4-3) 

this being a sphere of radius a, where is given by the right-hand side of ( 4 * 3 ). 
Now, when the energy scale is chosen as used in the preceding sections, ( 4 * 2 ) may be 
rewritten in the form 

For finite values of N and a, the behaviour of X{T) is again as given in figure 1 (full 
line). Again A, e and ail their derivatives with respect to T are continuous for every 
finite T. 


{a) A first limiting case 

For the sake of analogy with the case of the box, we take 

N = na\ ( 4 * 5 ) 

and now let a tend to infinity with constant n. 

Let us first consider the physical significance of n. With the problem of the box, 
for all particles the 'living-space’ (quantum mechanical as well as classical) is the 
box itself and n is obviously the mean density. In the present problem, the classical 
living-space of a particle depends on its energy, the quantum-mechanical living- 
space is infinite. The question arises whether n is only a mathematical abstraction 
in this case. We can only say, for example, that if all particles were in the lowest state 
and confined to the corresponding classical hving-space (the sphere of radius a), the 
mean density would be 37i/(47r); or, alternatively, if we consider many systems of 
particles, each system having the same distribution of its particles over its states, 
the concentration at, for example, the centre of a system would be proportional to 
the value of Nja^ for that system. 

The behaviour of X{T) for increasing a is shown in figure 5; for a == oo, A = 1 at 
T = 0 and A = 0 for aU positive T. 

The graph of X{T) is explained best with the aid of the graph of A as a function of 
the auxiliary quantity b = aT, As a and N increase, the A(6) curve deforms in the 
direction 1 4 and meanwhile develops a horizontal left portion and a rather sharp 
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bend, which tends to a real discontinuity in the derivative dXjdb. In the limiting case 
we have 

A =1 for b^bQ, 

(F.2) 

n{Mlb)^ — for b'^bQ, 

3=1 

where 6 o is determined by 

00 



n{Mib^f = 2 = 1-202 

3=1 

( 4 - 7 ) 

and 

The mean energy is 

M = Sh^Kinhnk). 

( 4 - 8 ) 

(E. 26 ) 

e = ZkT. 

( 4 - 9 ) 




0 T 0 bo h-^aT 

Figure 5. A in the case of the three-dimensional isotropic harmonic oscillator as a function of 
T and aT respectively for constant n. The curves 1, 2, 3 correspond in that sequence to 
increasing values of N. Curve 4 corresponds to infinite N, 

This result, which can be derived rigorously from the calculations given in the 
mathematical portion of the paper, can also be found with the ' continuous spectrum ’ 
approximation method (§G) as used in the box problem (London 1938&). 

The absence of quantum-mechanical degeneration is caused by the fact that the 
transition point, while developing, at the same time tends to zero temperature. The 
transition temperature Tq can be used as a characteristic temperature at which the 
energy is a certain fixed fraction of the classical value (see (E. 25 )). In view of this 
property, we may call each finite temperature 'high’ in this limiting case. 


(6) A second limiting case 
If the quantity defined by 

V — = Nja^, ( 4 - 10 ) 

is taken to be constant instead of n, we should again find a finite transition 
temperature in the limiting case N->co,m which 

(E, 4 ) A =1 fovT^To 1 

00 I ( 4 - 11 ) 

{E. 2 ) for T^ToA 

3=1 J 


where M is given by ( 4 * 8 ) and Tq by 

(E. 3 ) viMjTo)^ - E = 1*202. 

3=1 


( 4 - 12 ) 
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The graph of A(T) would show a discontinuity in the derivative dXjdT &tT — and 

have the same shape as the curve 4 of A(6) in the first limiting case (figure 5). 

For e we should find 


(E.21) 




(4-13) 


and so, because of (4T1), 

g = 1.0823^(^1' for 
e = 3ifcrsAlr*/SA’i-3 for 


(4-14) 


As figure 6 shows, dejdT would have a discontinuity at T = Tq. In this case therefore 
we should again find a quantum-mechanical degeneration. But in the limiting case 
the gas would have strange properties, since the "mean density’ n would tend to 
infinity with N-^co, 




Figube 6 . e and dejdT in the case of the three-dimensional isotropic harmonic 
oscillator for infinite N and constant v^Nja^, 


We can now state the results in the first limiting case (§ 4 a) as follows: With constant 
n and N ->oo, v tends to zero and so does according to (4*12). [Similar phenomena 

would be encountered if, in the case of the three-dimensional box, we should keep, 
for example, N constant instead of n so that n would vanish with increasing 
The mean energy e would be equal to f fcT for all temperatures in that limiting case.] 

(c) A third limiting case 

We now consider the case of an infinite number N of particles in an isotropic 
potential field (4*1) with finite a. This problem seems to be more sensible than that 
in §4a because there nothing was left of the oscillator character of the field in the 
limiting case u-^oo. 

We should then have in the limiting case N-^co 

(§F) A=1 for all r. (4-15) 

[In terms of §46 this result could be stated as follows: With v tending to infinity, the 
transition temperature Tq likewise tends to infinity according to (4*12), so that 
A= 1 for all T.] 

The mean energy per particle e would be zero, but the total energy E = Ne would 
have a finite value and only tend to infinity with u->oo or with jP->cx). 
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The physical meaning of this is that in this case only a finite number N-N^oi 
particles are not in the lowest state. This can also he derived from 


N-No 


2 


lowest state 


X^-etlkT 


( 4 - 16 ) 


where is given by (4-4), since this series converges for finite a even if A = 1 (see §P). 

[As is shown in §F, the above remarks are equally vahd in the case of the box if an 
infinite number N of particles is confined to a box of finite dimensions.] 


5 The harmonic oscillator in one and two dimensions 

For finite a and N we may argue as in the three-dimensional case, and so A, e and 
their derivatives are continuous functions of T. 

If, in the one-dimensional case, we first let N and a tend to infinity with constant 
‘density’ n — Nja, we find no transition point. Introducing the quantity b — aT, 
we find for all values of b 

(F. 2 ) ' = S A'j-i = -In ( 1 -A), ( 5 - 1 ) 


where M is given by ( 4 - 8 ). e is equal to the non-degenerate value hT for every 
positive T, just as in the same three-dimensional limi ting case (§4a). 

Considering a limiting case similar to that of §46 with constant v = Nja^, we 
should again find a quantum-mechanical degeneration in the energy expression. 
A transition point does not exist, since for all temperatures 

(E. 2) vMjT = S A’ = - In (1 - A), ( 5 - 2 ) 

J 

■Lrp rp 

(E.21) e = = ( 5 - 3 ) 

u m j j j 

so that e and dejdT are exactly the same as in the case of the two-dimensional box 
with constant n (figure 4 ). 

With the two-dimensional oscillator field, we find, introducing b ~ aT, in the 
first Hmiting case (^^->00 with constant 'density’ n = Nja^) the existence of a 
transition point for the behaviour of A(6): 


(F.2) 


A = 1 for 6 < Bq, 
n{MlhY — 2 A^j~2 for b'^b^, 


( 5 - 4 ) 


with 60 given by n{MlbQ)^ = = 1 - 645 . ( 5 - 5 ) 

J 

The discontinuity appears in d^Xjdb^. But again, as in § 4 a, the transition temperature 
jPq = bja, while developing, tends to zero. So the quantum-mechanical degeneration 
is absent in this hmiting case (and e = 2 kT), but it would reappear in the second case 
of increasing N with constant v = Nja^ analogous to § 46 . 

In the hmiting case of § 4 c (W-^00 with finite a), for both the one- and two- 
dimensional oscillators we should again find ( 4 - 15 ) and the results given there. 
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6 . Disctrssiosr 

What factor determines the occurrence of a transition point? The answer is that 
the differences between the various cases are caused by the different behaviour of 
a certain series, namely, the series 

i: A’i-®, ( 6 - 1 ) 

which determines the behaviour of the functions A(T) and e{T) in the limiting case 

CO, as will be shown in the mathematical portion (theorems 1 and 3). 

In all our cases we have , 

q = wja, (6*2) 

where w is the number of dimensions and a is the exponent of the quantum numbers 
in the expression for the energy (with the box a — 2, with the oscillator field cc — 1). 

Now for ^ < 1 , the series ( 6 * 1 ) diverges for A = 1 (see figure 8), and therefore varies 
monotonically from zero to infinity if A increases from 0 to 1 . This behaviour does 
not give rise to the occurrence of a transition point. 

For g > 1 , however, ( 6 * 1 ) has a finite value for A = 1 and does not exceed this value 
for 0 < A < 1 . From this, the existence of a transition temperature Tq can be deduced. 
For q>2, dXjdT and the specific heat deldT are discontinuous at Tq. For 1 < g 2 , the 
discontinuities occur in the second or higher derivatives of A and e. 

Our conclusion therefore is that the existence as well as the character of the 
transition point is chiefly determined by the value of g. 

As is shown in the mathematical portion (§A), a general field can be introduced, 
of which the preceding problems are special cases. London ( 1939 ), connecting the 
A phenomenon of liquid hehum with the Bose-Einstein condensation, suggested as 
a likely result of an interaction between the atoms a continuous enei’gy spectrum 
with a density of energy levels given by 

g{e) de = A V€^~^d€, (6*3) 

where V is the molecular volume, A an adjustable constant and cr > 2 . As a matter 
of fact, our starting-point also leads to this expression, when we use, as London did, 
the continuous spectrum approximation. An energy spectrum such as (G-. 1 ) then 
leads to the approximation (G. 4), which can be identified with London’s expression 
(6*3), if we take 

^ (r = g, (6*4) 

AV= (u2/m)«{(a~i) !}^/(g-1)!. (6*5) 

The reasons for London’s choice cr > 2 will be clear from our mathematical treatment. 
With energy levels as represented by (A. 3 ), it is only for g > 2 that a A-point (a dis¬ 
continuity in the specific heat) occurs (cf. the resume at the end of §E). (London’s 
results for the transition temperature Tq and the specific heat then coincide with ours, 
if we identify the number N% introduced by London, with the total number N of 
particles.) Differences may arise as to the interpretation of the potential field, 
leading to the above-mentioned energy states. London considers these states as 
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resulting from an interaction between the particles^ whereas we speak of ‘particles 
without interaction, moving in an external potential field’. However, as far as the 
mathematical treatment is concerned, this is only a matter of nomenclature. 


MATHEMATICAL TREATMENT 


A. Generalization of the problem 
Because A < 1, the equations (1*2) and (1*4) can be written in the form 


^ = S A^ s (A 1) 

hrp 00 J 

e = --^ (A.2) 

A j=i dj I 

In order to include the various cases in one single mathematical treatment, we can 
introduce a general potential field in w dimensions, to which belong the energy levels 


S,„ ^ ^ ^ gg-1 
kT T al 


(s,, 


1 , 2 ,...), 


(A. 3) 


where 


M — constant 


(A.4) 


so that the energy scale has its zero point at the lowest level The constants 

have the dimensions of a length. For a = 2, (A. 3) represents the energy 
levels of a particle enclosed in a box; for a = 1 the levels are those of a particle in 
a harmonic oscillator field. We suppose that 



l<a<2. 

(A. 5) 

With this choice of the potential field, (A. 1) transforms into 



00 w 

A = S A' n G^ixJ), 

(A. 6) 

and (A. 2) into 

kT ” rt! “ 

e = _^ SA’^.nG.Ki), 

A 3=1 dj „=i 

(A.7) 

where 

= MlalT 

(A. 8) 

and 

00 

G^{x) = e^ S 6“^®“ = 1 __ 

(A. 9) 


S~1 


For positive values of x, G^{x) is a continuous, monotonically decreasing function 
of X, so that 

lim G^{x) = + 00 , (A. 10) 

r =0 

lim G^{x) = 1. (A. 11) 

X—00 

Likewise, the derivatives —G'^{x) and are continuous and monotonically 

decreasing functions of cc as a; > 0, such that 

lim — G'(cc) = lim Gl{x) = + oo, (A. 12) 

x =0 a :=0 


VoL 20^ A. 


i8 
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and, for each fixed number 

lim = lim x'^ = 0. (A, 13) 

x= + co j;=4'00 

The first term of (A. 13) can be found with the aid of the following inequalities: 

0< -G'^{x) = S (s“- l)e-^«“-i)< S s2e-»(*-W = (A. 14) 

s = ‘2 s =2 (1 

where t = e~®. 

B. Investigation for finite N and a„ 

If, with fixed T, A increases from 0 to 1, the right-hand side of (A. 6) increases 
monotonically and continuously from zero to positive infinity. So for each positive 
value of N, equation (A 6) has exactly one solution A(!r) between 0 and 1. Because 
of (A. 11) we have 

Ao = A(r = 0) = i^/(A+l), (B.l) 

and because of (A. 10) A(?' = oo) = 0. (B.2) 

Since monotonically decreasing, it follows from (A.6) that, within an 

arbitrarily chosen finite interval of temperatures 

0 <r<T, (B.3) 

A is greater than a certain positive A^m, the solution of (A. 6) for T = t, so that 

^ ^mln ^ A ■< Aq. (B.4) 

Differentiating (A 6) with respect to A, we find dNjdA, which, hke the right-hand 
part of (A. 6), is bounded and continuous in each finite interval of T, with 

aA'/3A>0. (B.5) 

Likewise we can form dNjdT, which is bounded and continuous in the T, A region 
given by (B. 3 ) and (B. 4 ), in such a way that its value is positive for positive T and 
vanishes for T = 0 . From this it follows that the derivative 

_ dNjdT 
dT dNjdA 

exists and is continuous in the given region, is negative for ^>0 and vanishes for 
T = 0 . (In the same way it can be proved that d^AjdT^ also is bounded and con¬ 
tinuous, and is zero for T = 0.) From the above statements we conclude that the 
graph of A{T) is as given, for example, in figure 1 (full line). 

Likewise it can be proved that e, dejdT and d^ejdT^ are bounded and continuous 
for finite T and vanish for T = 0. 

G. The fxjxctiox G^{x) for smael valites of x 
Though (x) tends to infinity for x-^ 0 , x^'^G^ (x) has the finite limi t !, since 

lim x^<^Q^ {x) = (a-i)!. (0.1) 
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The proof is as follows. Taking = Az, we clearly obtain (see figure 7 a) 

CO CO 

= Y, e-^dz = (a-^)! (As™>0), (C.2) 

s=l J 0 

and hence (C. 1) follows. 

Introducing a function (cc) defined by 

{(a-i) {x) = (x) + {(a-i) !}-i x^l-, (C 3) 

we have Mmhjx) = 1, (C 4) 

X—Q 

and, for all a; > 0, 0<h^{x)<l, (C. 5) 




Figxtbe 7. The functions, a, e~-“ and 5, e“®®. 


To prove the second inequality of (C. 5) we remark that the difference between 
{oc ~‘^)! and the sum of the series in (C.2) is majorant to the area S of the shaded 
Hriangle’ in figure la. Now, with a^ 1, 


and so 


e“^® dz ^ e"”® f dz — (a“"^)! e"*^, 

J J 




e-^^dz^(a~^)!(l-e~^). 


(C.6) 

(0.7) 


Hence 


jS ^ (oc-^) I - e-^{(a-i)! + x^/^}, 


( 0 . 8 ) 


which leads to the second inequality of (0.5). 

Similarly, -G^(x) tends to infinity like as x-~>0. To prove this, write 


^G^(x)= + S 


(C.9) 


Then, because of (0.1), and taking x^l=‘ = Az (see figure 76), we have 

-lima:i+V“ Qi,(x) = lim S (sAz)“e-<»^>“Az = f”z«e-^“dz = (a-i) !/a. (C. 10) 

x=^0 ^z=0s~l Jo 

Introducing K^{x) = — a{(a~^) !}“^ , (C. 11 ) 

we have, with fixed positive p, in view of (A. 13), 

(C.12) 
(C. 13) 

l8-l 


K^{x)^l (a;->0) 

3PKc^{x)^0 (x-^co). 
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D. The euhctioh JS^(A) 

As we already remarked in § 6, the crucial series, determining the occurrence of 
a transition pomt, is 

(D.l) 

5=1 


For 0 A < 1 this series converges for each q, whereas for A = 1 it coincides with 
Riemann’s ^-function, defined for g > 1 (see figure 8). The derivative dRJdX is given by 


__ ^q—1 (A) 
dA ~ A 


(D.2) 


and is unity for A = 0. For each g< 1 and A--> 1, i?g(A) tends to infinity in such 
a way that 

(D.3) 

and consequently, because of (D. 2), for g < 2, 

(l-A)-«+^-^«^(-g+l)i. (D.4) 



Figure 8 . The function Rg(A). -, 1 (asymptote A= 1 );-, 1 <g< 2 (finite 

value, infinite slope for A= 1 );-, q >2 (finite value and slope for A= 1 ). 


To prove this, we take A = e-® and we then have, with A-> 1, + 0, 

( 1 — e“^\ “9+1 00 f*co 

-1 S z~^e--^dz = { — q)\. (D.5) 

^ / 5=1 Jo 

For g = 0 and g - 1 

iJo(A) = A/(l-A), i?i(A) = -ln(l-A). (D.6) 

We can now deduce the following results with respect to the inverse function 


A = A„(iJ) 


(D.7) 


defined by (D. 1): 

For 0<g^l,Aisa continuous function of R for J? > 0 and increases monotonically 
from A == 0 to A = 1 in the interval (0, oo), where the derivative exists and decreases 
monotonically fi:om 1 to 0 
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For 1 < g ^ 2, the same is true for the interval 0 ^ < jRg (1). 

derivative 

d^X A(iJ,_,-V,) 

dR^ Rl_^^ 

Regarding the second 

(D.8) 

the following cases are to be distinguished: 


d^X 

!<?<!: ^ = 0 (i? = 4(l)), 

(D 9) 

3^--^ 

(D.IO) 

d^X 

(D.ll) 


For g' > 2, dXjdR is always positive for 0 < jR ^ (1). 


E. The limiting case of constant v 
Theorem 1. Let N and each tend to infinity with constant v, 

/ w 

(E.i) 

U = 1 

then, with q = wjoc, (MIT)^ = i?^(A). (E 2) 

For q^l (case A), (E. 2) defines Xfor every T. For q>l (case B), (E. 2) is only valid for 
T ^ 2o, where is given by 

v{{a-^)\y-’{MIT,)<i^R^(l), (E.3) 

whereas for T A = 1. (E. 4) 

The proof is as follows. Denoting the left-hand side of (E. 2) by u(T), we transform 
(A. 6) into 

^{T) = S A’i-« n IK M + {(«-") (E 5) 

3 v=l 

i.e. carrpng out the multiphcation, 

w 

«(T) = Ao+A„+S A. (E-6) 

V=1 

in which each term contains the factor {(a~^) 

w 

= (E.7) 

3 <W—1 

and = {(a-i) ^ j ^ (E. 8) 

Multiplying (E. 6) by (1 — A) we obtain 

w~X 

{«(T)-Ao}(l-A) = A^(l-A)+ S^„{l-A), (E.9) 

1;=! 


where A^fl — A) is not negative and, because of < 1, is minorant to 

{(a-i)!}- (ilf/Tr/“{E K,... (1 - A)i?(,_,)te(A), 


(E.IO) 
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where S consists of j terms. A^(l-X) and the majorant (E. 10) are finite, even 

for A = 1 (see also (D.3)). Then in the hmiting case of infinite N and Aj^(l — A) 
and the expression (E. 10) tend to zero. At the same time Aq tends to i2^(A) because 
of (C.4). So, in the limiting case, (E.9) transforms into 


[p{((X'-^)\}-^{MIT)^-R^{X)](l-X) = 0. (E.ll) 

We now have to distinguish two eases: 

Case A, q^l. As i?g(A) increases monotonically from 0(A = 0) to +oo(A = 1), 
(E 11) is satisfied at each temperature T by exactly one value of A between 0 and 1 
So (E. 2) defines A as a continuous function of T, decreasing monotonically from 
A= 1(T = 0) toA-0(T = oo). 

Case B, q> I. Since Rg^{X) does not exceed the finite value i2^(l)5 the first factor 
of (E. 11) is positive for T < Tq, Tq given by (E. 3), and so A = 1. For T^Tq,X is again 
defined by (E.2). This proves the theorem. 

Clearly, in case B the two functions join continuously at T As to the 
character of the transition, we have, in view of (D. 7), for T > 



A = A3{m(T)}, 

(E. 12) 


II 

(E. 13) 


d^XfduV dXd^u 

(E. 14) 

dT2 

~ dB^XdT} ^dBdT^' 


With the aid of §D, this leads to the following resume: In case A(g ^ 1), A(?^) has no 
trans%tion point, while in case B{q>l) a transition point is givm hy (B. 3) and is 
characterized by a discontinuity in the third or a higher derivative for I <q<\,hy an 
infinite (finite) discontinuity in the second derivative for f = |), and by a 

finite discontinuity in the first derivative for q> 2. 

Theobem 2. In the limiting case of theorem 1 for T<Tq (case B), the number Nq of 
particles in the lowest state is also infinite, in such a way that N^jN is finite and 

The proof is as follows. According to (1*3), with finite N and we can write 
(E. 8) in the form 

(E.16) 

We prove that, in the hmiting case for T < (A-> 1), 

A,,-^u{T)-B^{l), {E.17) 

which, in view of (E. 3), immediately leads to (E. 16). We have 

u{T)—Aq>u(T) — R^{\)>0, (E.18) 

the last inequahty being that stated after (E.ll). With jV->oo, u{T)-Af, tends to 
— and so does Aj^ + .-.+A^, because of (E.6). We shall show that this 
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happens in such a way that tends to zero. This will prove (E.17). 

With all ay greater than some large r, let A tend to 1 in such a way that is kept 

finite, i e. because of (E. 8 ), , . „ . 

’ ^ l-A-r- 2 « (E.19) 

Then, because of (E 10), for 1 ^ w, A^ is minorant to 

constant (A). (E. 20 ) 

With v<w~~ a, the series m A converges even for A = 1 , and so (E. 20 ) tends to zero 
with increasing r. With v = w~oc, (E. 20 ) is of the order of r-^^’/^lnr (see (D 6 )), and 
therefore vanishes as r-->oo. Finally, with w — a<v<w, (E. 20 ) is of the order of 
^{ 2 i%v~v)lcc)a~w/a.) ^300 3 ^hencc tends to zero in the limiting case, since we have 

ivla> 1 in case B. Thus, with finite ...vanishes, which proves the 

theorem. [If we had taken care to keep one of the terms A^ finite, then A^^ would have 
tended to infinity and, all the A^ being positive, we should have come into conflict 
with the fact that u{T)—Aq is finite.] 

Theobem 3. In the limiting case of theorem 1 , in case A as well as in case B, for all 
temperatures T > 0 , , ^ 

e = — {(a-i) i}-g(r/if)«ii,^,(A) (E,21) 


tends to w{{or'^) the theorem is proved. 

For all temperatures in case A, and for T ^ JJ, in case B, theorems 1 and 2 combine 

e = (A)/i?, (A), (E. 25) 

SO that the value of e is smaller than the 'classical’ expression 

e^=:qkT, (B.26) 

the quotient in (E. 25) being smaller than 1 . Only for A"-> 0{T oo) does this quotient 
tend to unity. It can be shown from the behaviour of A(3^), that, in both cases A and 
B, as 0 , ^T) tends to zero like and dejdT like T«. For OkT^Tq^il caseB, 




284 S. R. De Groot, G. J. Hooyman and C. A. ten Seldam 

(E.21) is valid with A= 1. At the transition point, e(T) is continuous since this is 
true for A(T). Calculating the specific heat dejdT from 


de 

'M' 


de de dX 


(E.27) 


and d'^ejdT^ in a similar manner, one finds, on the basis of the resume preceding 
theorem 2, the following results: 

In case B, e{T) is continuous at the transition point T = TJj, with a continuous second 
derivative for 1 < g < |, with an infinite (finite) discontinuity in the second derivative for 
^<q^2(q = I), and with a finite discontinuity in the specific heat dejdT for q>2. 
In this last case there is a X-point. 

From (E.25) it can be seen that at == Tq(X= 1), e is a constant fraction of e*, 
so that Tq can be used as a characteristic temperature in the sense in which this word 
is used, for example, in the Debye theory of the specific heat of solids. 

It should be noted that the results for a ^ 2, w — ^ (three-dimensional box) in 
the hmiting case considered in this section are not affected by replacing the expression 
(A.3), i.e. (2-1) for e^ by (2-18). This introduces only slight modifications into the 
functions G 2 (x), etc. 

We quote the results in the following special cases: Bq(l) == 2-612, 1-645, 1-341, 
1-202, 1-0823 for g = |, 2, f, 3 and 4 respectively (Jahnke & Emde 1945). 

For the box, a = 2,1/ = h^KSmk), (a~^) ^ | A transition temperature occurs 

with = 3 (see (2-5)) but not with w 2 otto — I (see (3-1) or (3-3)). 

For the oscillator field, a = 1, Jf = 3h^l(4:7rhnk), (a“^)! = 1 With constant v, 
transition points occur for w = 3 (see ( 4 - 12 )) and w = 2 (see §5) but not for zi? = 1 
(see (5-2)). 

F. Two OTHER LIMITING GASES 

Now let N and each a^ tend to infinity with constant 'density’ n, n ^ NjXla^. 

V 

Then, with l^a<2, y-^0 (with cc = 2, v~n), which leads to Tq->0, So with fixed 
positive T, (E.2) and (E.25) hold for v sufficiently small. Because of (E.2), 
JSg(A)->0, and so A-^0 and e, given by (E.25), tends to e*. This result can also be 
stated in terms of a quantity b defined by 

w 

b = T Yl (j'. 1) 

V=1 

Eeasonings, similar to those of the preceding sections, then lead to the statement 
that, in the limiting case with constant n, in case A and, for 6 ^ bg, in case B, 

!}-«’ (Jf/6)« = Eg (A), (F. 2) 

where 6 q is given by (F.2) with A = 1, whereas A=1 for (analogous to 

theorem 1). Analogous to theorem 3 , we now have for all positive b 

W ^ (*/-^)®-Ka+i(A), (P. 3 ) 

and (E. 26 ) holds in the region of vahdity of (F. 2). With fixed positive T, we are 
always in this region, since then b ->aQ. 
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Finally, we consider the limiting case N-^co where all the are assumed to be 
bounded, r<a^< J?, with finite r and R, It then follows from (A. 6 ) that A = 1 for 
all T. Since now x^j>MjjR^T ^ MjR^T, 0^{x^j) does not exceed G^iMjR^T) and 

— G'J^x^j) < constant e-M:iiR^T^ 4 ^ 

as can be seen from (A 14). It can then be proved from (A. 7) that the total energy 
Ne is bounded by a series which converges even for A = 1 , and is therefore finite in 
the limiting case A --> 00 . The number iVjj of particles in the lowest state is equal to 
2 A^ (see (1*3)) and tends to infinity with N ->oo; but with finite N — Nq remains 

finite. The given series for Nq combines with (A. 6 ) to give a series for N — N^ (with 
finite N). Since (x^j) is always minorant to G^ (^r j) which is equal to (1 — 
and since now x^> MjR^T, this series can be proved to converge, even for A = 1 , 
which implies that N — N^is finite. 

G. Calculation of e with the continuous spectrum approximation 
Let us assume the energy level ° Ltt 

Mk ^ 

Representing the energy states I 
proceed to the continuous spect 
with is where I is 1 

V 

7 = 


With s“ = I transforms into i 


Jl-I»- 


«l+ ..+<«i^l 

So, for the number of states in the energy interval (e, e + c?e), we obtain 

Of these states, the fraction 


dN 




dip'll) 

IS occupied (see alternative form (hi))- The normalization yields 

N = JdW = {(a-i) I}"” {a^TjMYR^iX). 

E = JedW = ^fcr{(a-i)!}«’ {a^TjMYR^+^{X) 
and e^ElN = qkTR^^^ (X)IRg (A). 


The total energy is 


(G. 6 ) 

(G.7) 

(G. 8 ) 
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In the case g> 1, however, B^iX) does not exceed the finite value B^{1) (in view of 
(G. 5), A should not exceed 1), and so (G, 6) is only valid for T ^ Tq, where % can be 
obtained from (G. 6) with A = 1. Obviously, (G. 6) and (G. 8) do not define A and e for 
T<Tq (these equations can be compared with (E.2) and (E. 25) with the difference 
that, in the above reasoning, N and a are finite). This indefiniteness has already been 
pointed out by London (19386) in the case of the box (q = |) and is caused by the 
substitution of a sum as m (A. 1) by an integral as (G. 6). The discrepancy between 
(A. 1), which defines A for each T, and (G. 6) can be removed by a slight modification 
of the above approximation, i.e by assuming the lowest level(s) to be discrete, as 
London did in the box problem. 

The rigorous method of the preceding sections, which is a modification and 
generalization of that given by Fowler & Jones (1938), has been applied here to aU 
the cases which until now have been treated by the continuous spectrum approxima¬ 
tion (London 19386, 1939; cf. also Mayer & Mayer 1946). It may, however, be that 
new problems wiU arise, more general than those described by (A. 3), which cannot be 
solved by the rigorous method, but could be tackled by the continuous spectrum 
approximation. Then London’s modification of the latter method should be chosen, 
since it avoids discrepancies such as those described above which are sometimes 
encountered in the approximation method. 

We wish to express our most sincere thanks to Professor E. A. Guggenheim 
of Reading University for suggesting this problem to us, for numerous helpful 
suggestions concerning this paper and for constant encouragement. 
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The Bell Telephone Laboratories—an example of an 
institute of creative technology 

By Mebvin J. Kelly 

Bell Telephone Laboratories, New York, N.Y, 

{Lecture delivered 23 March 1950— Received 23 May 1950) 

[Plates 4 to 6] 

iNmODPCTIOK 

The part that science and technology have played in influencing the economic, 
social and political patterns of western society and in enriching the lives of its 
people has steadily increased during the last century. The scope and character of 
this influence have varied widely from country to country. Traditions, mores, 
maturity, size, patterns of education, and many other factors have been elements 
in bringing about the variations. 

The influence has probably been most profound in the United States, principally, 
I believe, because of its youth, size, and patterns of education. Beginning some four 
or five decades ago, my country has been transformed at an increasingly rapid tempo 
from primarily an agricultural society to predominantly an industrial one under the 
driving force of an expanding body of science and technology. So completely have 
they dominated the pattern of our growth that when the man in the street speaks 
of 'progress’, he usually means scientific and technological progress. 

Until the beginning of this century, the work in applying new scientific knowledge 
to new facilities and instrumentalities for society was quite a hit and miss process. 
The inventor, having httle or no direct contact with pure science, took the first 
steps whose end product was the inventor’s model. Then the engineer, who at that 
time was largely a graduate from the drafting board or from the shop, reduced the 
inventor’s model to the design of a new product for manufacture. While progress 
was made, the procedure was slow, inefficient, and the intervals of time were quite 
long between the availability of new scientific knowledge and the appearance of new 
products made possible by it. 

The break from this pattern began at the turn of the century with the appearance 
in industry of men trained in the scientific method of research. They were the 
pioneers of industrial research and established industry’s first laboratories of applied 
science. Dr Jewett of the Bell System and Dr Whitney of the General Electric 
Company were among the first. Other men with similar training followed them, 
initially at a slow rate, but, as they proved their value, the number rapidly grew. We 
now have some 2500 industrial research laboratories. They vary in size from the 
little fellow with less than fifty employees to the giant with more than a thousand. 
As they have grown in size, aged, and learned through experience, their quality has 
steadily improved. 
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To keep pace with the evolution of its research laboratory and take advantage of 
the opportunities accruing from the adoption of the scientist and his methods, the 
engineering organization of industry has undergone major change. Its relatively 
simple operation, in the last century, of transforming the inventor’s model into 
a design for manufacture, performed largely by empirical methods, has now 
expanded into many successive interlaced operations. Each, as it has matured, 
employs more of the scientific method and of fundamental analysis in the solution of 
its problems. 

The applied science laboratory and these engineering functions have been inte¬ 
grated in various ways into the organization of our industrial corporations. What¬ 
ever the organization may be, the work is a continuously flowing scientific and 
technical operation that begins at the forefront of the areas of pure science that are 
sigmficant to the industry, and proceeds through successive steps of research, 
development, design, and engineering for manufacture of the new product or facihty. 

There has been so much emphasis on industrial research and mass-production 
methods in my country, that even our well-informed pubhc is not sufficiently aware 
of the necessary and most important chain of events that lies between the initial 
step of basic research and the terminal operation of manufacture. In order to stress 
the continuity of procedures from research to engineering of product into manu¬ 
facture and to emphasize their real unity, I speak of them as the single entity 
‘organized creative technology’. 


Histobical 

I am using the Bell Telephone Laboratories and its operations as an exempli¬ 
fication of this unity. But first I must make sure that all of you are familiar with us. 

The Laboratories is an organization of about 5700 scientists, engineers, and 
supporting staff—2200 are scientists and engineers. It serves the Bell System—an 
operating or service organization which provides nation-wide telephone service for 
the United States. Some 34 million telephones are owned and operated by the BeU 
Companies and are intercoimected with some 7 million additional telephones 
operated by a large number of relatively small independent companies. 

The Laboratories provides the Bell System with new communications technology 
and the information for its implementation with new systems and facilities. Its 
work begins at the forefront of applied science, extends across the entire scope of 
creative technology through research, development, design, and engineering. The 
end products of its programmes are the designs and specifications for manufacture 
of the technical facilities that it has created and the engineering practices to be 
followed in their operation and maintenance. 

Since the earliest days of the telephone, the Bell System has been responsible for 
its own technology and for the manufacture of the major portion of its technical 
facihties. The Western Electric Company, a subsidiary, has always been the 
manufacturer. 

The Bell System is unique among organizations providing service in its responsi¬ 
bility for its own technology and for the manufacture of its technical facilities. The 
service of telephony differs fundamentally from that of others, such as power, gas 
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and water, in its technical complexity, its essential national integration, and m its 
two-way character. The telephone system of the United States can be viewed as 
a single, integrated, highly technical machine in which electrical currents that are 
very small and complex in wave form are sent from any one of more than 40 million 
points to any one of all the others. The intensity (amplitude) and wave form of 
these currents must be accurately controlled and, because of their extremely low 
value, interfering electrical currents of a great variety of kinds must be either 
excluded from circulating in the network or maintained at a level well beneath that 
of the ‘intelligence’ currents. 

This integration of technology, manufacture, and operation has permitted the 
rapid application of new scientific knowledge to new and improved telephone 
services and the realization of sound engineering and economic solutions to the 
large variety of the complex problems of a nation-wide telephone service. This has 
been a major element in providing the American public with the most complete 
telephone service of the world and at a cost, in terms of the income of its people, so 
low that we make use of telephony in our daily economic and social life to a greater 
extent than any other people. 

It was not until 1925 that ail the functions of creative technology were consoli¬ 
dated into a single organization. At that time the Bell Telephone Laboratories was 
formed as a subsidiary corporation. While corporate and organizational unification 
occurred only 25 years ago, our operations in creative technology had been under 
development during the preceding 20 years. Dr Jewett, the first president of our 
Laboratories and one of the first scientists engaged in Bell System work in technology, 
exerted an increasing influence on all sectors of our creative technologj^- independent 
of its organizational pattern. 

We have, therefore, a background of almost a half-century of experience and 
a professional staff whose age distribution in the years from 25 to 65 is now sub¬ 
stantially uniform. Through trial and error with continuous appraisal of different 
ways for organization of work, types of men and their training, and of housing and 
facihties, our present patterns of work, of men and their training, and our housing 
and facihties have evolved. 

In the half-century in which our Laboratories has evolved, the physical sciences 
underlying telecommunications have made greater progress in advancing knowledge 
of the laws of nature and the structure of matter than in any equal period of history. 
The increase in fundamental knowledge has been at a rate so rapid that we have 
been faced with an increasingly complex problem in maintaining a close linkage 
between the forefront of our apphed research and that of pure science. 

It was during this same period that the graduate schools of our country entered 
into full participation in research in the physical sciences as an equal partner with 
the older society of Europe. At the beginning of the century there were only a few 
of our universities in which research at the forefront was in progress. 

From this small beginning there has been an increasingly rapid expansion in the 
volume of research and in the number of universities and institutes of technology 
participating, until to-day there are active and effective programmes in research in 
the physical sciences in almost a hundred universities and institutes of technology. 
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This expansion has been accompanied by the training m each year of a greater 
number of men at the graduate level m the ph^^sical sciences and in the methods 
of scientific research. 

Our Laboratories, therefore, grew in size and matured in the scope and character 
of its work during the period of rapid expansion in research in the physical sciences 
and in the number of men capable of working in the most modern methods of 
scientific research. This presented us with a most difficult problem of maintaining 
a leadership and a professional staff of adequate competence and training to estab¬ 
lish programmes based on the most recent scientific knowledge and to carry them 
out with methods and instrumentation that kept pace with the progress of pure 
research. 

The organization oe otjr work 

To present the Laboratories as a mature institute of creative technology, I shall 
consider its operations under three general headings. 

The first includes all of the research and fundamental development. This is our 
non-scheduled area of work. It provides the reservoir of completely new knowledge, 
principles, materials, methods, and art that are essential for the development of new 
communications systems and facilities. Arising in the course of the work and forming 
an important part of it is a large fraction of those creative concepts,of our Labora¬ 
tories that constitutes invention. 

Its programmes extend across all sectors of science that may contribute to the 
advancement of the communication art They are carried out in sufficient volume 
that there is the minimum reasonable time lag between an advance in pure science 
and our reahzation of its contribution to our reservoir of new knowledge. 

The second we caU 'systems engineering’. Its major responsibility is the deter¬ 
mination of the new specific systems and facihties development projects—their 
operational and economic objectives and the broad technical plan to be followed. 

' Systems engineering ’ controls and guides the use of the new knowledge obtained 
from the research and fundamental development programmes in the creation of new 
telephone services and the improvement and lowering of cost of services already 
estabhshed. In determining the new development projects, 'systems engineering’ 
considers the content of the reservoir of new knowledge awaiting application and 
the opportunities for its use in the interest of the telephone user. The projects that 
are activated are those that give greatest promise for user benefit. It attempts to 
insure that the technical objectives of the development projects undertaken can be 
realized within the framework of the new knowledge available in the reservoir and 
present engineering practice. 

The third encompasses all specific development and design of new systems and 
facilities. The work is most carefully programmed in conformity with the plan 
established by the systems engineermg studies. Our research and fundamental 
development programmes supply the new knowledge required in meeting the 
objectives of the new specific developments. 

Before a new development project is activated, 'systems engineering’ establishes 
well-considered performance and cost objectives. It determines the general technical 
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line of attack sufficiently well to insure that there is adequate fundamental know¬ 
ledge available in our reservoir for its realization. The development project is 
carried out under the charter established by systems engineering. There are three 
well-ordered and successive steps in its performance. The end products are the 
specification of designs and materials for the manufacture of the system or faoihty, 
and the engineering practices to be followed in its operation and maintenance in 
service. 

I shall now turn to a more detailed examination of the programmes of each of the 
three areas, their interrelationships, and the types and training of the men that we 
have found best for the work. 


Research axd etjndamentaIj development 

Researches in the sectors of physics, chemistry, and mathematics that give 
promise of contribution to advances in telephony are carried out in the forefront of 
the first area. Sohd state physics, including magnetism, piezo-electricity, dielectrics, 
and semiconductors; physical electronics, electron dynamics; acoustics; electro¬ 
magnetics ; mathematics; organic and physical chemistry of synthetic plastics and 
rubber; corrosion chemistry; physical metallurgy; and fundamental mechanics are 
a typical but not comprehensive list of subjects. 

The research area provides the coupling between the ever-advancing forefront of 
pure science and the forward march of our communications technology. The closer 
the coupling, the more completely will we keep our advancing technology in step 
with the progress of science. 

Years of experience have taught us that the type and quahty of men selected for 
our research, the environment that we provide, and the distance in their work that 
we ask them to penetrate beyond the forefront of creative technology are the most 
important factors in determining the closeness of coupling—^the effectiveness. 

Inspired and productive research in industry requires men of the same high 
quality as is required for distinguished pure research in our universities. We select 
our young men of research from among the most able and promising of the doctorate 
and post-doctorate of philosophy students of our graduate schools. We have no 
difficulty in attracting men of this type and quality. 

They must be given freedoms that are equivalent to those of the research man in 
the university. This is, indeed, difficult in industry, but we are approaching that 
ideal. We give much attention to the maintenance of an atmosphere of freedom and 
an environment stimulating to scholarship and scientific research interest. 

Our research staff make a practice of publishing the new scientific knowledge 
resulting from their programmes in the same manner as do the research men of the 
universities. In 1949 the members of our research staff published more than 
200 scientific papers resulting from their research programmes. There are now seven 
treatises in preparation that wiE appear in book form in the BeE Telephone 
Laboratories-Van Nostrand series. Our scientists attend and participate in the 
meetings of their professional societies. They have a most active science seminar 
with programmes extending over a wide area of scientific interest. Fourteen 
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British, scientists have been among the visiting speakers at the seminar during the 
past four years. 

It is most important for the scientists to confine their efforts to the area of research. 
If they extend the area of their effort even to that of fundamental development 
(the area of work that immediately follows research) they tend to lose contact vith 
the forefront of their field of scientific interest. In time, a considerable fraction will 
lose their productivity in research. 

To make possible and to encourage this concentration of the attention of the men 
of science to research, we provide, through organization and stimulated association, 
an intimate tie between research and fundamental development, the next step in 
the chain of events from research to manufacture and use. In this way the pro¬ 
grammes of research are taken over at a well-considered point by fundamental 
development, where they are extended and enlarged upon to supply the body of 
basic technology essential for the specific development and design of systems and 
facilities. While the fundamental development work is done in the best research 
tradition, it has a large content of the technologic, and economic considerations 
begin to be a factor in its programmes. 

Staff Members for fundamental development are drawn from our research groups 
by selecting those having technologic and engineering aptitudes and interests who 
prefer to move into development and by recruitment from among the most 
promising of the graduate students of our schools of applied science, such as 
Massachusetts and Cahfornia Institutes of Technology. 

A tj’pical example of a programme of this area will be helpful in making clear 
the distinctions between research and fundamental development and thoir inter¬ 
relationships. A few years ago members of our solid state physics research group 
focused their attention on the mechanisms of conduction in semiconductors, such 
as germanium and sihcon. Important new knowledge of the conduction process 
acquired in the researches served as an mspiration and background for experiments 
with means and techniques for controlhng the flow of the current in a semiconductor. 

Out of this work came solid state amplifiers with characteristics quite similar to 
those of the thermionic vacuum tube amplifier. This is a discovery of major import¬ 
ance to communication technology. In mid-1948, after the scientists had rounded 
out their understanding of the physics of the amphfication process, the Laboratories 
made public announcement of the sohd state amplifier, which we called the 
'transistor’. Concurrently, the scientists working on the project published the 
results of their researches, and have since published new findings and frankly 
discussed this new phenomenon with their peers. 

In accord with our policy of concentrating the efforts of our scientists on research, we 
immediately formed a closely associated fundamental development group to acquire 
that body of technological knowledge essential to the development and design of 
transistors for the many specific communications applications that would certainly 
foUow. They haveinterested themselves in such problems as the factors controlling the 
bandwidth of ampMcation; the noise figure; the amount of amplification possible 
per stage; energy levels of output; basic materials, processing and structure studies 
essential for controlled development and design of transistors for specific functions; 
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etc. Tlieir work has been followed with sympathy and interest by the scientists in 
sohd-state research. The fundamental development group has continuously con¬ 
sulted with the men of research on many of their problems. The contact of the 
scientists with the fundamental development work, as is to be expected, has not 
only been of great value to development but has stimulated further research work 
This pattern repeats itself again and again A research programme is initiated. 
Then as new knowledge that gives promise of worth-while application is obtained, 
a fundamental development team is activated. It builds a background of basic 
technology under the watchful eye and with the consultative aid of the men of 
research. 

Approximately 30 % of our professional staff work in the area of research and 
fundamental development. This provides adequate effort to maintain close coupling 
between our technology and science, and supplies a sufficient volume of new know¬ 
ledge to feed into the programmes of our systems and facilities development area. 
That is to say, this division of effort gives good balance in our over-all programme. 


Systems EisraixEEErxG 

One of the principal responsibihties of systems engineering is technical planning 
and control. In the planning an appraisal is made of the various technical paths 
that can be followed in employing the new knowledge obtained by research and 
fundamental development in the specific development and design of new systems 
and facilities. The determination of the most effective use of new knowledge in the 
interest of the telephone user is the guiding principle of the planning studies. The 
most 'effective use may be the creation of new services, the improvement of the 
quality of existing services, the lowering of their cost, or some combination of these 
three. As the technology of communication has broadened and become more 
complex, the choice of the technical paths to be pursued in the instrumentation of 
the new technology has become increasingly difficult. It is this situation that has 
led to the evolution of the systems engineering function as a mechanism of guidance 
and control. 

Systems engineering has intimate knowledge of the telephone plant and its 
operation and maintains close contact with the engineers of the operating organiza¬ 
tions. The teamwork of operating engineers and our systems engineers makes 
available to the Laboratories in a most effective way the knowledge of the telephone 
system’s needs and the opportunities for economy and improvement. 

Systems engineering also maintains close association with our research and funda¬ 
mental development work. It knows intimately the content of our new knowledge 
reservoir. It has equally effective liaison with the men and their work in the 
specific systems and facilities development area. 

It integrates the knowledge from operations, research and fundamental develop¬ 
ment, and specific systems and facilities development. With this as a background, 
it makes exhaustive studies that appraise and programme development projects for 
new systems and facilities. Each study outlines the broad technical plan for 
a development, its objectives, and its economic and service worth. In many of 
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the studies it is recommended that no development be undertaken at the time. 
Administrative action is then taken with these studies as a guide to the selection 
and activation of the projects of our specific development programmes. 

As the development organization proceeds with a project, systems engineering 
maintains close contact, continuously appraises the results, and amends the objec¬ 
tives and plans as required. Service trials are generally needed during the course of 
development. It organizes the trials in co-operation with operating engineers and 
participates in the tests and the evaluation of results. When the system is standard¬ 
ized and placed in manufacture, systems engineering follows service performance of 
first installations and coordinates the 'growing pains ’ engineering that is ever with 
us on new systems as they enter service. It finally participates in the evaluation of 
the service and economic worth that are experienced. 

Typical examples of recent systems engineering studies that have led to develop¬ 
ment and standardization are: television transmission over coaxial cables, a broad¬ 
band microwave radio repeatered communication system, an automatic message 
accounting system, a mobile radio subscriber telephone system, and a new sub¬ 
scriber telephone set. 

Systems engineering has another important responsibifity. It recommends the 
levels of the various technical standards that are important elements in determining 
the quality and reliability of telephone service. Frequency bandwidth for voice 
transmission, noise levels on circuits, distortion and range of energy level of the 
speech currents, cross-talk levels, standards of protection against man-made and 
nature's interference with service are typical. 

With advancing technology the levels of these various standards have gradually 
been raised. This has been refiected in improvements in quality, speed, and reliability 
of service. There must be a balance between service costs and rigour of these 
standards. It is systems engineering’s responsibifity to correlate with other organiza¬ 
tions of the Bell System the factors involved in keeping standards and costs in 
balance so that a well-considered portion of economies available through advances 
in technology are used in raising quality and reliability and in increasing the speed 
of service. 

Approximately 10% of our scientific and technical staff are allotted to systems 
engineering. Its staff members must supply a proper blending of competence and 
background in each of the three areas that it contacts: research and fundamental 
development, specific systems and facilities development, and operations. It is, 
therefore, largely made up of men drawn from these areas who have exhibited 
unusual talents in analysis and the objectivity so essential to their appraisal responsi¬ 
bifity. For some of the more complex studies, the staff is augmented by borrowings 
of men having special knowledge or abilities from one or more of the three areas it 
coordinates. 


Specific systems akd facilities bevelopmekt 

The work of specific systems and facilities development is closely programmed. 
Its projects are organized in the patterns that the studies of systems engineering 
prescribe. 
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The development, while a contmuous operation, is done in three distinct stages. 
In the first, a laboratory model is evolved that meets the functional requirements of 
the systems engineering study. These are not always the same as initially estabhshed, 
for new information obtained during the course of development may well modify 
them. Systems engineering participates in their modification. Development is 
carried out within the framework of the new knowledge available in our new know¬ 
ledge reservoir and of already estabhshed development and engineering practice. 
The model is thoroughly tested and proven for functional performance. Most 
intimate working contact is maintamed between the specific development group 
and those of fundamental development throughout this stage. 

In the next stage the design for manufacture and use is created. While retaining 
the functional performance of the laboratory model, it also meets the requirements 
of manufacture at lowest cost consistent with providing the specified service at lowest 
complete service cost. (The capital and depreciation charges that are directly related 
to manufacturing cost comprise only a portion of the complete cost of service.) In 
achieving these economic objectives m the design, the development group is the 
focal point of a closely integrated trifurcated team effort with manufacturing 
engineering of Western Electric as mterpreters of, and important contributors to, 
design form for lowest manufacturing cost and with systems engineering as inter¬ 
preters of operating requirements that are essential to lowest complete service 
cost. 

The end product of stage two is a pre-production model. Here we are approaching 
final design. Western Electric produces a number varying from a few to a few 
hundred in their job shops and with preliminary tools. These models are placed in 
service under the close observation of the systems engineering and specific develop¬ 
ment groups of the Laboratories and the appropriate engineering groups of the 
operating companies. 

The findings of the service tests and Western Electric’s experience in producing 
the models are used as background for our final freezing of design and Western 
Electric’s planning and tooling for quantity production. Design drawings and 
specifications are then prepared for manufacture, and engineering practices for the 
technical operations involved in supplying telephone service. 

Some 60 % of the members of our professional staff are engaged in the develop¬ 
ment and design of systems and facihties. They are principally graduate engineers— 
electrical, mechamcal, chemical, and metallurgical—^from our technical schools and 
universities. The procedures of development and design have become increasingly 
fundamental and analytical. At the beginning of the century the work was largely 
empirical and done principally by graduates from the shop and drafting board. 

We believe the maturity of science and fundamental technology that has been 
achieved offers opportumty for an even more fundamental and analytical approach 
in these final steps of creative technology. After much consideration of this problem 
during the post-war years, we concluded that a more fundamental approach can 
best be promoted if some of the engineers of specific development and design receive 
more fundamental training than they now obtain in the four- and five-year 
engineering curricula. We have, therefore, estabhshed within the Laboratories 
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a training course at the graduate school level in which selected engineering recruits 
receive added training in science and the technology of communications while on 

the job. 

This completes the description of our work patterns and types of men involved in 
the successive steps of creative technology comprising research, fundamental 
development, systems engineering, and specific development and design While 
programmes are systematically organized in this pattern and each member of the 
professional staff is assigned and works in that sector of creative technology for 
which his training, experience, and natural aptitudes best fit him, there exist 
important formally organized and informal team efforts within and across the 
boundary of each area. 

So great is the complexity of apphed science and technology of telecommuni¬ 
cations that much speciahzation is required. The leaders of our programmes give 
a considerable portion of their time to the development of formal and informal 
co-operation. Tor example. While there are men with the necessary mathematical 
training and facihty for the analytical work that normally is encountered in each of 
the areas of our work, the mathematicians of our research area devote at least one- 
fourth of their time to consultation and to aiding the analysts of the different areas 
of development in the solution of their problems. Such co-operation is informal and 
mitiated by the men of development requiring the help. 

Through the years our research and development leaders have developed patterns 
of informal co-operation and the habit of going to the expert, whether he be a 
mathematician, a metallurgist, an organic chemist, an electromagnetic propagation 
physicist, or an electron device specialist. This has made it possible to focus the 
full power of our organization on a particular problem. The organization’s capacity 
for the solution of telecommunication problems is much greater than the sum of the 
capabilities of the individuals. Teamwork and co-operation are the important 
elements that bring about this amplification of strength. 

The time that management gives to developing an environment favourable to 
teamwork and co-operation is most rewarding. It not only assures a high level of 
effectiveness in current programmes but, perhaps even more importantly, it fosters 
a continuing development of the members of staff and the institute as a living 
organism. It provides an organization of the flexibihty and resilience so essential in 
meeting the challenges of a rapidly changmg world of science and technology. 


Laboratory houshstg, facilities, and services 

Laboratory housing, facilities, and services is a topic that follows closely men, 
methods, and organization in its importance in the budding of an eificient institute 
of creative technology. By the mid-1930’s we fully recognized the hmitation to our 
effectiveness imposed by the non-functional housing and old designs of facilities and 
services. A small committee was formed to determine the design of housing, 
facilities, and services best suited to effective laboratory operations. 

In the later phases of the study the Bell System’s architects were called in, and 
in co-operation with them we designed a functional structure to accommodate 
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1000 employees and with facilities and services complementary to the design This 
laboratory was built on a 300-acre tract at Murray Hill, New Jersey, some 20 miles 
from New York City. It was occupied in 1941 and made a large contribution to the 
effectiveness of our war programmes At the close of hostihties we made those 
modifications in design that experience indicated desirable and began the construc¬ 
tion of an adjacent unit to house some 1600 employees. Its occupancy will be 
completed this year. The two units are connected by a passage-way at the second- 
floor level An aerial view of the two buildings is shown in figure 1, plate 4 

The motif of the functional design of the buildings has been complete flexibihty 
of room size with easily removable partitions for all interior walls. An institute of 
creative technology must be provided not only with space for laboratories and shops 
but also offices, conference rooms, drafting rooms, and clerical work The structures 
provide two types of functional space, one for laboratories and shops and the other 
for offices, etc. 

Laboratories and shop space comprise the main stems of the buildings. The stems 
are long, rectangular blocks of different lengths but of a uniform width of 54 ft. 
Our study indicated that we could most effectively meet the need for rooms of 
different sizes by having a repetitive 6 ft. module along the long axis of the rectangle. 
A corridor, 7 ft. wide, runs the length of the long axis of the rectangle. One side of 
the corridor is on the axis of the rectangle, thus providing rooms on either side of 
the corridor differing 7 ft. in depth. On one side of the corridor the depth is 27 ft. 
and 20 ft. on the other. This makes possible rooms 27 ft. in depth with widths that 
may be any integral multiple of 6 ft. on one side of the corridor and rooms 20 ft. in 
depth with widths that may be any integral multiple of 6 ft. on the other 

The repetitive 6 ft. unit was designed to include in its outer wall all of the facilities 
that might be needed in any laboratory space. Each 6 ft. unit was provided with 
a window for natural lighting and ventilation, artificial lighting fixtures, heating, 
ceihng inserts for support of apparatus, telephone, and access to fourteen types of 
services comprising various gases under pressure, electrical supply of different 
characteristics, as well as other services normally involved in telecommunications 
research and development. 

Figure 2 is a diagram of two of the standard laboratory modules of 6 ft. and the 
distribution of service. This makes evident the manner in which the outside wall is 
used as the source of all services. 

The adoption of the 6 ft. module with all services in the outer walls was predicated 
upon the use of a versatile system of wainscoting and partitioning to allow quick— 
often week-end—changes of work space. The entire building has a metal lining 
which is readily removable, and through which free access is given to the mechanical 
services. 

The removable metal partition panels of the subdividing walls are the exact 
height to extend from the floor level to the ceiling beams, and are some 4 ft. wide. 
Each panel is 3 in. thick and consists of two layers of metal separated by mineral 
wool to make the panels fire-resistant and satisfactory in the ehmination of sound 
transmission. In order to accommodate shelves, blackboards, or service piping 
supports, a keyholed device may be inserted between any two panels on 6 in. 
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vertical centres. The corridor walls are also made of the same subdivision panels, 
which are interchangeable with panels equipped with doors and transoms where 
these are needed. 

Figure 3, plate 5, shows the placement of one of the removable metal partition 
panels in the construction of a subdividing wall. The metal limng of the outer wall 
is removed below the window level and the distribution piping for gases under 
pressure can be seen. 



Laboratory furniture and facilities have been designed to complement the func¬ 
tional structure of the building. Every item of furmture and facilities, including 
even the chemical fume hood, has been made completely detachable and readily 
transportable. With the removable partitions and the furmture and facilities of 
special design, laboratory rooms of any required size can be readily constructed and 
equipped. 

Figure 4, plate 5, shows the interior of a physical research laboratory in which 
gas-discharge studies are in progress. This laboratory is two modules or 12 ft. in 
width. 
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Figure 5, plate 6, shows the interior of a chemical research laboratory with an 
island bench. The services for the bench are extended to it from the outer wall by 
a trough under the floor that is integral with the building structure. This laboratory 
is three modules or 18 ft. in wadth. 

Figure 6, plate 6, illustrates another feature of flexibihty of the buildmg design. 
This is the metal fabrication unit of our metallurgical laboratory. Because of the 
size of the machines, a very large space is reqmred. This laboratory is eight modules 
or 48 ft. deep and 54 ft. wide. This width is obtained by placing the laboratory at 
one end of the rectangular block of a main stem and terminating the corridor eight 
modules from the end of the stem. This makes possible a laboratory extending across 
the full width of the structure. We have made similar use of the ends of the main 
stem rectangular areas in a number of situations to provide for laboratories of 
specially large area. 

The flexibihty of the laboratory space has made a large contribution to the opera¬ 
tions of research and development. Rearrangement of laboratory rooms and 
facihties can be done expeditiously, wdth httle loss of time, and at small expense. 
There is, therefore, no reluctance to rearrange space as the character of work 
changes. We can readily house in adjacent space the work on programmes where 
close relationships of the people involved are required. Development projects, by 
their nature, have small beginnings, and if successful expand as progress is made. 
The flexibility provided by our structure design makes possible the expansion of 
the working area of a development project as it matures. 

The space for offices, conference rooms, drafting rooms, and clerical work is 
provided for in the wings that are at right angles to the main stems. This space does 
not require the large variety of special services that must be available to the labora¬ 
tories. Economies were obtained by their segregation, which permits supplying 
those areas with only the hmited services required by office space The flexibihty in 
room size has also been designed into these office and service wdngs. The same 
readily removable partitions are employed. The width of the module, however, has 
been increased from 6 to 9 ft., and the rooms on each side of the main corridor are 
12 ft. in depth. The space can be subdivided into offices of different sizes, conference 
rooms, or large areas for drafting and clerical services. 

Figure 7 is a diagram of a typical layout of laboratories in the main stem and of 
office, clerical, and drafting space in two service wdngs that are directly opposite 
each other across the wddth of the main stem. 

Development programmes for the military 

The story of Bell Telephone Laboratories would not be complete without reference 
to our military development programmes. During the war we turned our attention 
almost completely to the creative technology of instrumentahties for warfare. 
New facihties for communications, radar, sonar, gun directors, etc. are typical of 
our areas of work. 

At the close of hostihties, with military preparedness an important element of 
national pohcy, our Laboratories has continued to serve the nation in military 
creative technology. 
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The philosophy of work and organization of effort that have evolved in our 
technological services for an operatmg'^organization, the Bell System, makes us 
specially suited to serve the mihtary, another operating organization. The pattern 



ELECTRONICS NETWORK 



Figure 7 . Diagram of a layout of a typical laboratory and office service area. 


of our activities for the Bell System—a broad programme of research and funda¬ 
mental development to obtain new knowledge of value to telephone service, the 
scientific determination of the best applications of the new knowledge in the 
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interest of service, and tlie development and design of new facilities best suited to 
service needs—is the pattern in which we are carr^ung out our work in creative 
technology for the mihtary. The work on mihtary systems proceeds in the same 
orderly manner through the successive steps from research to designs and specifica¬ 
tions for manufacture and engmeering practices for service which has proved so 
successful in the creation of new and improved systems for the services of telephony. 


Studies in copolymerization 

The evaluation of the kinetic coefficients for the system 
styrene-butyl acrylate 

By E. J. Arlman and H. W. Melville, F.R.S. 

Chemistry Department, University of Birmingham, 

Received 11 March 1950 


The mechanism of the copolymerization of styrene and butyl acrylate has been mvestigated 
m mixtures of these monomers using benzoyl peroxide as initiator. The peroxide was 
decomposed both thermally and photochemically. Experiments on the composition of the 
polymer as a function of the monomer composition have given the reactivity ratios styrene 
radical-styrene molecule to styrene radical-butyl acrylate molecule as 0*48 and butyl acrylate 
radical butyl acrylate molecule to butyl acrylate radical to styi'ene molecule as 0 15. The 
kmetics of the copolymerization have been determined, and usmg the theory already 
elaborated for the treatment of such reactions, it has been shown by rate and molecular weight 
measurements that the styrene radicals react with the butyl acrylate radicals more quickly 
than the mean rate of reaction of styrene to styrene and butyl acrylate to butyl acrylate 
radicals. The coefficient ^ defining this increased activity is not m this case constant and 
rises with increasmg styrene content to a value of as much as 150. The initiation mechanism 
is also complicated in that there is no Imear relation between the rate of initiation and 
monomer composition; instead, the rate drops rapidly when styrene is added to the butyl 
acrylate. 


I. THE DETERMEnTATION OF MONOMER REACTIVITY RATIOS 

iNTEODtrCTION 

Until recently, in the study of addition copolymerization, attention has been mainly 
devoted to the relationship between composition of the copolymer and composition 
of the monomer mixture in which the copolymer is formed. The copolymer com¬ 
position equation (Mayo & Lewis 1944; Alfrey & Goldfinger 1944) gives a quantitative 
description of thia relationship and consequently makes it possible to state accurately 
the conditions for the preparation of copolymers of a given composition, of a desired 
chemical homogeneity or heterogeneity. According to this equation every monomer 
pair is characterized by two constants, the monomer reactivity ratios. These are 
the ratios of the reaction constants of both monomers with each of the radicals 
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present in the copolyinerizing system. Calling the monomers A and £ the radicals 
with an ^-end P, and with a P-end the propagation steps in copolymerization are 



reaction constant 


^pab- 

Or + B -> 

^pbb^ 

+ 

^pba' 


and the monomer reactivity ratios are defined by 

_ r 

’ ^2 7 • 

^pab ^^pba 

In order to elucidate as completely as possible the mechanism of copolymerization 
a knowledge of the monomer reactivity ratios is necessary but not sufl&cient, and it is 
essential to investigate also the initiation, termination and transfer steps. Particularly 
interesting features of such an investigation are the possibilities of determining the 
rate at which dissimilar radicals react with each other in the termination stej) and 
in checking whether a Imear relationship exists between rate of initiation and 
composition. The theoretical basis of such an investigation may be found in the 
paper of MelviUe, Noble & Watson ( 1947 ), where the kinetics of the complete co¬ 
polymerization system have been worked out on the general assumption that 
reactivity of polymer radicals is independent of size. 

The systems styrene-methyl methacrylate and styrene-butyl acrylate have been 
investigated simultaneously along similar lines. It has already been reported 
(Melville & Valentine 1950 ) that in the system first mentioned dissimilar radicals 
react 14 times more quickly than would be expected from the mean reactivities of 
similar radicals. Thus if and are the coefficients for the reaction of similar 
radicals the value of the crossed coefficient is given by 

Moreover, rates of initiation using benzoyl peroxide as a photo-sensitizer vary 
in a peculiar way with monomer composition being lower than calculated for a linear 
dependence. 

The same effects are found to exist even to a higher degree in the system styrene- 
butyl acrylate, which appeared also suitable for an investigation of this kind as the 
rate coefficients for both monomers are known and as the monomers readily co¬ 
polymerize forming copolymers soluble in the reaction mixture. Unfortunately, the 
reactivity ratios of the monomers have not been determined, and this aspect of the 
problem forms the first section of this paper. 

Materials 

The materials used were thoroughly purified. 

St 37 Tene (Abracene from Boake Boberts) was freed from inhibitors by washing 
repeatedly with 10 % sodium hydroxide solution and then wdth distilled water. 
After drying over anhydrous calcium chloride it was distilled in vacuo and stored 
in a dark bottle at a temperature of at least — 20 ° C. 

Butyl acrylate was obtained partly from I.C.I. (Dyestuffs Division), partly pre¬ 
pared in our laboratory from methyl acrylate (Lights Ltd.). The purification was 
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done in the same way as in the case of styrene, except that drying was effected with 
anhydrous sodium sulphate instead of with calcium chloride, as the latter forms 
complex compounds with butyl acrylate. Preparation of butyl acrylate from 
methyl acrylate was carried out by ester interchange with ^-toluene sulphonic acid 
as a catalyst according to the recipe given in Organic synthesis, 26, 18. The butyl 
acrylate prepared in this way showed the same polymerization characteristics as the 
I.C.I. sample (same rate at the same benzoyl peroxide concentration at 25° C, no 
induction period; intensity exponent in photochemical polymerization 0 * 5 ). Benzoyl- 
peroxide was purified by dissolving it in chloroform, separating the water layer, 
filtration of the chloroform solution and precipitation in methanol. It was dried and 
stored in the dark in vacuo (20 mm.) over calcium chloride. Solutions of known 
concentration were made up in Analar benzene immediately before use, and a known 
volume of this was introduced into the dilatometers. The benzene was then 
evaporated in vacuo. 


Determustation oe monomer reactivity ratios 

The determination of the and values takes place on the basis of the copolymer 
composition equation of which the differential form is 

d(A)^(A) r,(A) + (B) 

d{B) {B)r,{B) + {Ay ^ ^ 

where d(A)/d(B) is the ratio of A and B molecules adding to the radicals present 
in a copolymerizing system in which (A) and (B) are the concentrations of the mono¬ 
mers. If the composition of the monomer mixture remains virtually constant, which 
can be realized by working with a small percentage of conversion, d{A)ld{B) can be 
taken as the composition of the copolymer formed. In this way the difficulty of 
working with the rather complicated integrated form of the copolymer composition 
equation is ehminated, and the experimentally difficult task of determining the 
ratio of [A) to {B) after a considerable conversion has taken place is avoided. 

Theoretically, it would be sufficient to prepare copolymers from two starting 
mixtures of monomers of different composition. However, copolymers were made 
from five different starting mixtures to allow a satisfactory elimination of experi¬ 
mental errors and to get an idea about the accuracy of the results and the validity of 
the theory. 

Though for a determination of and a very high degree of purity of the mono¬ 
mers IS not absolutely required (Mayo, Lewis & Walling 1947 ), in our case monomers 
highly purified as for kinetic measurements were used, and the copolymers were 
prepared in dilatometers filled in a high vacuum. This procedure allowed the 
copolymerization to be followed adequately. The dilatometers were fiUed by im¬ 
mersion in liquid nitrogen and the mondmers were distilled into them from burette 
tubes used as reservoirs. The amount of the monomers used was known within limits 
of ±0*05 ml. Benzoyl peroxide was used as an activator. Copolymerization was 
effected at 25*0° 0. Because the reaction proceeds very slowly, ultra-violet light of 
a mercury lamp was used to speed it up. 


Vol. 203 . A. 
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After about 10 % conversion the polymer was precipitated by pouring into excess 
of methanol at 0 ° C. The precipitate was filtered off, redissolved in a small amount of 
benzene and again precipitated in the same way. After intensive washing with 
methanol it was dried till constant weight at 100 ° C at atmospheric pressure, and 
subsequently it was freed from remaining amounts of solvent and precipitant by 
heating for short times in a molecular stiU (Grassie & Melville 1950 ) at a temperature 
of about 160° C. At this temperature the copolymers show the first sign of flow. 
After a first period of 5 min. at these conditions a loss in weight of several units 
per cent was found (solvent), but a second treatment did not cause any further 
change. The copolymers obtained in this way were used for analysis. The most 
elegant way to do this appeared to be a direct oxygen determination, the oxygen 
content being directly proportional to the butyl acrylate content. The method 
proposed by Schutze ( 1939 ), Unterzaucher ( 1940 ) and recently described by Degens 
& Gouverneur ( 1950 ) has been used. 

The sample is p 3 rrolyzed in a stream of nitrogen and the gases are then passed over 
carbon at 1100 ° C, where the oxygen present is quantitatively converted into carbon 
monoxide. The amount of this gas is found by allowing it to react with iodine 
pentoxide and determining either the amount of iodine or of carbon dioxide formed. 

That this method may safely be applied to polymers can be deduced from an 
analysis of a sample of polybutylacrylate for which an oxygen content of 24-8 % 
(theory 25*0 %) was found. The experimental data are given in table 1 . 

Table 1 

composition reaction mixture composition reaction product 


butyl acrylate 

styrene 

oxygen 

weight fraction 

(ml.) 

(ml.) 

(%) 

of butyl acrylate 

7-7 

1*9 

15‘7 

0*628 

6-5 

2-8 

14*0 

0*560 

4*9 

4*9 

11‘7 

0*468 

3*5 

7-0 

8-9 

0*356 

2*4 

8*5 

7*5 

0*300 

Y 



X 


As the density of butyl acrylate and of stjrene is practically the same at the 
temperature at wiiicli they are distilled iuto the dilatometers (0-90 at 25 to 28° 0), 
the volume ratios may be taken as weight ratios. As the unit in which concentration 
is expressed does not matter for the copolymer composition equation we can use 
Y and Z (see table 1) divided by the appropriate molecular weight of the monomer. 

It is convenient for statistical analysis to use a modified form of the copolymer 
equation. The copolymer composition may be written as follows: 


X 104 
128'1-X 


= 0-813 


X AX 
1-X~ 1-X' 


( 2 ) 


The copolymer composition equation is transformed into 

r^XZ^+r^A{X-l) Y^ + (AX + X-1) YZ = 0, (3) 

in which expression refers to the butyl acrylate radical and to the styrene radical. 
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The standard deviations of Z and Y, the volume readmgs were taken as 0 - 01667 ; 
the standard deviation of the oxygen determination as derived from a great number 
of experiments with benzoic acid amounts to 0*002667. 

The values of and were calculated from the* experimental data by the method 
of least squares, i e. by minimizing the variance of the expression ( 3 ). 

As the standard deviations of the experimental data are knowti the variance of 
(3) and the standard deviations of and foUow by well-known methods These 
standard deviations are a measure for the fluctuations in the values of 7\ and r 2 which 
would be found if the experiments were repeated. A second estimate of the variance 
of (3) is obtained by squaring the deviation of (3) from zero for every set of experi¬ 
mental values, adding and dividing by the difference between the number of 
experiments and the number of undetermined constants. 

This last estimate gives an indication of the goodness of fit of the experimental 
points to the theory. If it is appreciably larger than the estimate of the variance of 
(3) based on the standard deviations of the experiments it should be concluded that 
the experiments allow of a better theoretical interpretation. However, both 
estimates gave nearly the same results, and consequently it may be concluded that 
the theory fits the experiments within experimental error. 

The results of these calculations were: 

= 0‘16, 5^^ = 0*04, 

== 0*49, = 0*04. 

In the calculations of which the results have been given the initial monomer 
composition of the mixture has been used. However, the composition at the end of 
the reaction (10 % conversion) might equally have been taken as representative for 
the monomer mixture. Therefore the values of and have also been calculated 
using instead of Y and Z in formula (3) Y' and Z' calculated from 

7'= Y--0-liY + Z)X, 

Z'=:7^0*1(7 + 2^)(1~X). 

In the same way as above it is found that 

= 0*47, = 0*04, 

^2 = 0*13, = 0*04. 

It follows that there is no significant difference between the two sets of and f 2 
values. Consequently, the use of the copolymer composition equation in its form ( 1 ) 
is justified. 

Further calculations will be based on the average of the two and values 

= 0-48, = 0*04, 

^2 = 0*15, = 0*04. 

Figure 1 gives the relationship between percentage butyl acrylate in copolymer and 
in monomer mixture and shows that the' azeotropic ’ mixture is between 40 and 45 % 
of butyl acrylate. At lower percentages butyl acrylate is preferably incorporated 
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into the copolymer, at higher percentages, however, there is a preference for styrene. 
A rather strong tendency for alteration is shown by the product which is rather 
low (0*072). It is possible to calculate the Alfrey-Price Q and e factors for butyl 
acrylate taking these factors respectively 1 and — 1 for styrene One arrives at 
a Q value of 0*4 and an e value of 0 * 6 . The low Q value compared with that of styrene 
points to less resonance possibilities in the butyl acrylate radical than in the styrene 
one; the value of e is positive, and therefore the double bond has a relatively positive 
character which may be an important factor in explaining the preference of the 



% butyl acrylate in monomer mixture 

Tigube 1. The relation between monomer mixture and copolymer composition. 

radicals for unlike monomers or radicals which is found in this system. Q and e values 
for methyl acrylate Q = 0*35, e = 0*5 given by Price ( 1947 ) compare rather well with 
the values given above, as the length of the carbon chain in the ester group of the 
acrylate can be expected not to have a very pronounced influence on the general 
reactivity of the radical or the polarity of the double bond- In fact, for the systems 
vinylidene chloride-ethyl methacrylate and vinylidene chloride-butyl methacrylate 
(Alfrey and co-workers 1948 ) the same and values have been found. 

However, in view of the inaccuracy in various and values and the different 
temperatures at which they have been determined (see the survey of available data 
given by Simha & Wall 1948 ), and, farther, the semi-empirical character of the 
Alfrey-Price relations, further speculations on differences of Q and e values probably 
are not justified. 

It will be shown in part II that the accuracy in the and r 2 values is great enough 
to allow a reliable analysis of the kinetics of the copolymerization of butyl acrylate 
and styrene. 
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II. THE INITIATION AND TERMINATION MECHANISM 
Introduction 

In part I the determination of the monomer reactivity ratios for the system 
styrene-butyl acrylate was described The knowledge of these ratios makes it possible 
to evaluate the kinetic coefficients of initiation and termination from measurements 
of rate of copolymerization and of osmotic molecular weights of the copolymers 
formed. 

Methods used 

Copolymerization was investigated in mixtures of styrene and butyl acrylate at 
25° C. As a catalyst only benzoyl peroxide was used, which was dissociated by ultra¬ 
violet radiation from a mercury lamp The dilatometers were made of Pyrex glass, 
which absorbs wave-lengths less than 2700 A. Filling of the dilatomers was done in 
absence of oxygen (<10"^mm.). The monomers were degassed thoroughly by 
repeated freezing and melting in their reservoirs which were connected with the 
vacuum line and then distilled into graduated tubes. From these a known amount 
of monomers could be distilled at a temperature of about 25° C into the dilatomers 
immersed in liquid air. Eventually, traces of air entrapped in the benzoyl peroxide 
were removed by a last degassing carried out in the dilatometer. After sealing off, 
the dilatometers wefe stored in Hquid air till used. Immediately before use the 
contents were thoroughly mixed by shaking. 

Rates of copolymerization were determined at a temperature of 25*0° 0, the 
temperature being kept constant within 0*01° C. In those experiments in which the 
dilatomers were irradiated an extra cooling was provided by a coil through which tap 
water flowed under a constant pressure head. 

The height of the meniscus in the stem of the dilatometer was measured with the 
aid of a cathetometer reading to 0-001 cm. The dilatomers were calibrated with 
mercury, uniformity of the section of the stem over its whole length having been 
ascertained. 

The exact relation between the volume contraction measured and the extent of 
copolymerization of both monomers is not known; theoretically, it is necessary to 
take into account not only the composition of the copolymer being formed, but also 
the composition of the monomer mixture. However, in this case where (a) the 
monomers mix without volume contraction, {b) copolymer composition does not 
deviate very strongly from that of the monomer mixture, and (c) contractions for 
100 % polymerization for the separate monomers do not differ considerably (13*4 % 
for butyl acrylate and 14-4 % for styrene), it is unimportant whether interpolation 
is made between the contractions mentioned on the basis of copol 3 aner or monomer 
mixture composition as was done here. The difference is small compared with 
experimental errors arising from other sources 

The low-pressure mercury lamp was operated at a voltage of 1000 V from a trans¬ 
former fed through a constant voltage transformer. By an adjustable resistance the 
current could be kept constant at 3 ± 0-1 A. The lamp was not used until half an hour 
after switching on. 
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The transmission of Fjvex glass for ultra-violet radiation decreases rapidly below 
3000 A, the wave-length below which styrene and benzoyl peroxide show a strong 
absorption. On the other hand, the light emitted by the low-pressure mercury lamp 
practically is confined to wave-lengths above 3000 A. Therefore it may be assumed 
that intensity of radiation through the reaction tubes has been nearly uniform and 
consequently also concentration of radicals. This assumption is supported by 
experiments of Burnett, Valentine & Melville ( 1949 ), in which it was proved that in 
the ultra-violet activated (2950 A) polymerization of styrene with benzoyl peroxide 
as a catalyst uniformity of radical concentration exists. Butyl acrylate shows only 
a strong absorption further in the ultra-violet (see appendix 1 ). 

For the determination of molecular weights, copolymers were isolated in the way 
described in part I. Osmotic molecular weights were determined at 25*0° C in dry 
benzene as a solvent. The osmometer used was of the Fuoss-Mead type modified as 
described by Masson & Melville ( 1949 ). 


Experimental data 

Some experiments were carried out to find whether in this system termination 
takes place by mutual interaction of growing radicals as is the case with both 
monomers. The rate of copolymerization should be then proportional to the square 
root of benzoyl peroxide concentration and of the light intensity. 

The experiments were carried out with a butyl acrylate-styrene mixture of about 
the 'azeotropic’ composition, which has the advantage that composition of the 
monomer mixture does not change with amount of conversion. Consequently as long 
as no gel effect interferes, the same tube may be used under different conditions. The 
data are given in table 2 and in figures 2 and 3. 


Table 2. 

Data ik relation to termination 

MECHANISMS 


weight 


rate 

rate u.v. 

rate u.v. 


ratio 

cone. 

normal 

full 

with 


butyl acrylate benzoyl peroxide 

no u v. 

intensity 

screen* 

intensity 

styrene 

(10-3 g. moL/L) 

(%perhr.) 

(% per hr.) 

(% per hr.) 

exponent 

45 : 55 1 

r 125*6 

0*27 

2*11 

— 

— 

I 

1 47*5 

0*20 

1*32 

0*74 

0*50 

1 

1 26*2 

0*14 

l*89t 

l*095t 

0*46 

1 

1 0 

0 

0*21t 

0*12t 

0*47 


* A perforated screen with a transmission of 31 % was used, 
t In these experiments a more powerful ultra-violet lamp than usual was used. 


It will be seen that the experimental facts are in agreement with a mutual 
termination mechanism. 

Consequently for evaluation of the kinetic data the following expression (Melville 
et al. 1947 ) may be employed: 
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where 

~ copolymerization, 

(u4) and (B) = concentrations of butyl acrylate and styrene respectively, 
and f 2 = reactivity ratios for butyl acrylate and styrene respectively, 

8a a^nd <^5 — ^ for butyl acrylate and styrene respectively, 

X = rate of initiation, and 



concentration of benzoyl relative intensity 

peroxide (mol./l* x 10®) of radiation 

FiaiTRE 2 Figtob 3 

Figubes 2, 3. The variation of rate with catalyst concentration (figure 2) and with hght 
intensity (figure 3). a, with; b, without ultra-violet radiation; c, with; d, without 
catalyst. 


The experimental data obtained are given in table 3. 

Some comment is necessary in regard to these data. First, the thermal rate of 
copolymerization without using ultra-violet activation was measured. Subsequently 
the dilatomers were exposed to the radiation of the ultra-violet lamp. The contribu¬ 
tions to conversion in both conditions were determined, since this is necessary for 
calculation of the average kinetic chain length of the resulting copolymers, which 
consist of a part made under thermal conditions (high molecular weight) and a part 
made under ultra-violet activated conditions (low molecular weight). 

In some cases (copolymer 6 and G) some changes in position of lamp and dilato- 
meter occurred during the run; consequently two ultra-violet rates and percentages 
of conversion are given in tablb 2 . 
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A better insight of the kinetic features of this system is obtained by calculating 
the rates which would have been obtained if all experiments were carried out at the 
same concentration of benzoyl peroxide. A concentration of 40 x 10 ~^g.moL/l. has 
been chosen as reference standard, since for this concentration data already existed 
for polystyrene (Melville & Valentine 1950 a). 


Table 3. Experimental data. Rate and molecular weight 

MEASUREMENTS 



composition 
(% butyl acrylate) 

benzoyl 

peroxide 

rate x 10® 
r or.mol. A./sec. ^ 

% thermal 

number 


monomer 

CO- 

cone. 

\o / 

-/ 

conversion 

^ average mol.-wt. 

copolymer 

mixture polymer (mg.mol./l.) 

thermal 

u,v. 

%u.v. conversion 

E 

96 

90 

53 7 

2*2 

30-2 

1-10/11-32 

140,000 ± 20,000 

C 

90 

78 

45-3 

0 62 

5*66 

0-85/5-26 

125,000 ± 10,000 

6 

80 

63 

12-2 

0*24 

0*45 

0*88 

1-5/0-4 

1-5/8-0 

530,000 + 100,000 

3 

50 

47 

36*6 

0*31 

2*88 

0-7/9-1 

87,000+5,000 

G 

46 

45 

62 5 

0*44 

3*92 

3-55 

0-7/2-38 

0-7/3-33 

63,000 ± 5,000 

B 

31 

36 

58-3 

0*38 

3*44 

0-55/6-12 

64,000 ± 4,000 

5 

22 

30 

56-7 

0*28 

2*12 

0-25/11-0 

77,000 ± 10,000 

D 

10 

18 

56-7 

0*37 

3*17 

0-51/5-26 

59,000 + 5,000 

butyl 100 

acrylate 

100 

40 

26*9 

— 


— 

st5rrene 

0 

0 

40 

0-48 

— 

— 

— 


Figure 4 gives the curve calculated for the rate of the thermal copolymerization 
at this reference benzoyl peroxide concentration as a function of composition of 
monomer mixture. It is seen that the addition of a few units per cent of st 5 n.’ene to 
butyl acrylate causes a large drop in rate, a minimum being reached apparently at 
about 80 % of styrene. 

Of the three factors in the equation for the rate the first term in the numerator of 
(4) cannot possibly account for the drop in rate. This term varies relatively slightly 
with composition of the reaction mixture and, moreover, in the wrong direction, 
i.e. increasing with increasing styrene content. 

Therefore either the initiation term in the numerator or the termination term in 
the denominator including <j) or both must be responsible for the form of the rate- 
composition curve. 

The results will be discussed on the basis of the assumption that the initiation 
factor may be written as 

^ = Cbp.oA-a(^) + *i6(5)] (5) 


in which expression is the reaction constant of the initiation reaction between 
butyl acrylate and the radical derived fi?om benzoyl peroxide, and the corres¬ 
ponding one for styrene, which both should be derived from data on the benzoyl 
peroxide induced polymerization of the separate monomers. This may be done with 


the aid of the equation 


d{M) 


dt 


( 6 ) 
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For butyl acrylate therefore {S = 7 - 6 ) 

= 2-05 X 10-7. 

For styrene (<5 = 71) = 4-51 x 10~9. 

Consequently X (2-05 x i0-7(^) + 4-51 x 

With the value for X calculated in this way the values for may be derived 
immediately from rate experiments. 

It then turns out that the factor (j) should have a very high value. Only from the 
rate in the mixture containing but 4 % styrene, a (j) factor smaller than 1000 is 
computed (140), but the results for all other mixtures give (}) values ranging from 
10 ^ to 4 X 10^. This would mean that termination by unlike radicals is very strongly 
preferred to termination by like radicals. However, if on the basis of these high 
values the average degree of polymerization of the copolymers is calculated, the 
values are so low that it would be hardly possible to measure the average molecular 
weight of the copolymers osmotically. As this was not at all the case it appears that 
rate of initiation in this copolymer system is not a hnear function of composition and 
the initiation constants for the separate monomers Consequently, an experimental 
determination of the rate of initiation becomes necessary. 

The osmotic pressure measurements of solutions of the copolymers in benzene are 
given in table 4. 

These results are not quite accurate enough to state the existence or absence of 
a trend in Huggins ji value with composition of copolymer as found by Melville 
& Valentine ( 19506 ) for copolymers of methylmethacrylate and styrene. It may only 
be stated here that the Huggins pb value for copolymers of butyl acrylate and styrene 
is in the region 0*50 to 0-40. For the calculation of the trend in rate of initiation with 
composition of the monomer mixture and the estimation of the factor (j), the average 
kinetic chain length has been calculated assuming that the mechanism of mutual 
termination is a disproportionation reaction. To this end it is necessary to take into 
account that the copolymers really prepared consisted of at least two parts as 
mentioned in table 3. 

Let 

— weight fraction of total copolymers made under thermal conditions, 

= weight fraction of total copol 3 nners made under ultra-violet conditions, 
= rate during thermal polymerization (no ultra-violet), 

= rate during ultra-violet polymerization, 

Xrf^ = rate of initiation during thermal reaction, 

Xy^ = rate of initiation during ultra-violet activation, 

m “ the average molecular weight of the monomer in the copolymer to be 
calculated from its composition, 

M — osmotic molecular weight of the copolymer, 

Vi = average degree of polymerization of the copolymer, 

= average degree of polymerization of the thermal copolymer, 

= average degree of polymerization of the ultra-violet copolymer, 

thus the rate of initiation may be calculated as follows: 
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For the thermal and the photo-activated reaction the following relations hold: 


For may be substituted 



and as 


then 



(7) 


As the rate of initiation may be taken as proportional to concentration, the rate 
of initiation may be calculated at the reference concentration of 40 x 10~^g. moL/1. 
of benzoyl peroxide. 

The results obtained are given in table 5 and in figure 5. 


Table 4. Osmotic data 


co¬ 

polymer 

E 

0 

6 

3 


G 


B 

5 


com¬ 

cone, solution 

position 

(g./lOO g. of 

(% butyl 

solution) 

acrylate) 

(c) 

90 

0*890 


0*574 


0*314 

78 

0*931 


0*547 


0*261 

63 

1*36 


0 885 


0*548 

47 

0*514 


0*337 


0*182 


0*113 

45 

0*932 


0*444 


0*250 


0*156 

36 

0*904 


0*593 


0*342 

30 

1*35 


0*780 


0*627 


0*359 


0*296 

18 

0*809 


0*670 


0*160 


osmotic 
pressure 
(cm. of solution) 


(P) 

P/c 

2*36 

2*67] 

1*46 

2*54^ 

0*63 

2*00) 

2*79 

3*00'] 

1*40 

2*56}- 

0*64 

2*45j 

3 79 

2*78] 

1*63 

1*84 \ 

0*78 

1*42] 

2*24 

4*36] 

1*27 

3*781 

0*64 

3*52 j 

0*34 

3*10] 

3*70 

3*97] 

1*71 

3*861 

1*05 

4*201 

0*63 

4*04] 

4*00 

4*42] 

2*51 

4*24 [• 

1*41 

4*13] 

7*92 

5*86 

3*42 

4*38 

2*52 

4*02 * 

1*46 

4*07 

1*17 

3*96. 

3*75 

4*64] 

3*265 

4*86 1 

0*69 

4*32] 


lim P/c 

Mn 

1- 8 140,000 ±20,000 

2*0 125,000 ±10,000 

0-47 530,000 ±100,000 

2- 9 87,000 ±5,000 

4-0 63,000 ± 5,000 

3*95 64,000 ± 4,000 

3- 3 77,000 ± 10,000 

4- 2 60,000 ± 5,000 


D 
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Table 5 


copolymer 

overall rate 
g. mol./l./sec. X 10^ 

rate of 

initiation X 10^® 

4> 

E 

1-9 

15*7-11-8 

2-5-1-4 

C 

0-59 

7-8-6*7 

14-12 

6 

0-41 

4-7-3*2 

20-11 

3 

0-32 

5 2-4-6 

39-27 

a 

0-35 

9 0-7-6 

91-73 

B 

0-31 

7-0-6-2 

97-82 

5 

0-24 

5*5-4-3 

151-93 

D 

0*31 

7-8-6-6 

143-95 

butyl acrylate 

26*9 

580 


styrene 

0*48 

15-5 




FiaiTBE 4. Rate of copolymerization, at 25° C as a function of the composition of 
the monomer mixture (<7i).po. = 4 x 10“^ moL/1.). 

From table 5 it is clear that the kinetics of the copolymerization of styrene with 
butyl acrylate require the introduction of a factor describing the rate of termination 
between unlike radicals. This factor is rather high, of the order of magnitude of 10^, 
which, however, is 10 times smaller than was calculated from the previously 
mentioned assumption ^as regards rate of initiation in a copolymerizing system. 
As is seen in table 5 no constant ^ value is found in this case. 

However, it has to be kept m mind that the unavoidable experimental errors, and 
the uncertainties in the reaction constants for both monomers are all reflected in the 
value of $5. 



314 E. J. Arlman and H. W. Melville 

It is found by calculation that even if the rather exaggerated assumption is made 
that the true r-^ and values differ from the determined ones by a factor 2 , this has 
not a very pronounced mfluence on (p. 

As {A ) and (5) are known with accuracy it is not to be expected that large variations 
in <p are due to errors m these quantities except at very low (A) or (B). Perhaps the 
low value of p for the case of copolymer E may be partly a consequence of this 
circumstance but a factor of more than 2 seems quite improbable. 

As regards the measurements of the rate of copolymerization errors of more than 
10 % need not be assumed, and the same appHes to measurements of osmotic 
molecular weights. 



% styrene in monomer mixture 

Figtjbe 5. Rate of mitiation as a function of monomer composition (Cio.p.o = 4 x 10“2moL/l.)* 
a, experimental; h, calculated from rates of mitiatzon of the separate monomers. 

The uncertainties in the value and <5^, naturally are very important for the value 
of 0. Too high values of and lead to a lower 56 . 

The theory of copolymerization as at present formulated assumes that 5 S should 
be constant and this has been found for the styrene-methyl methacrylate system. 
The results obtained here vary more than could be possibly explained by experi¬ 
mental error. It may therefore be necessary to modify even stiU further copoly¬ 
merization theory to take into account such a new effect. It may be, for example, 
that environment may have an effect in termination velocity coefficients. 

The complete set of reaction constants for the system butyl acrylate-styrene at 
25° C is given in table 6 . The reaction constants for styrene are those given by 
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Melville & Valentine ( 19506 ), those for butyl acrylate were determined by Bickel 
& Melville ( 1949 ). 

The values of the propagation constant for butyl acrylate have been determined 
by Bickel & Melville by two different methods. 

Though the agreement between the two values is satisfactory for this kind of 
work, it naturally entails the same inaccuracy in the reaction constant of the 
reaction of the butyl acrylate radical with the styrene molecule. The calculations of 
<l> have been carried out with the average value of 

being 7*6 (average of 5-6 and 9-6). 




numerical 

reaction 

symbol 

value 

butyl acrylate radical-molecule 

^paa 

22*5 



13-1 

butyl acrylate radical-radical 

^taa 

1-6 X 10^ 

styrene radical-molecule 

^pbh 

39*5 

styrene radical-radical 


7-9 X 106 

butyl acrylate radical-styrene molecule 

^pab 

150 



87*5 

styrene radical-butyl acrylate molecule 

^pba 

82 4 

butyl acrylate radical-styrene radical 

^tab 

c. 5 X 10^ 


From the results given in table 6 it is seen that the butyl acrylate radical preferably 
reacts with a styrene molecule and a styrene radical, whereas the styrene radical 
preferably reacts with a butyl acrylate molecule and a butyl acrylate radical. In 
part III, it will be shown that this preference for ^crossed’ reaction probably 
may be linked up with polar effects playing a role as well in the reactions of 
radicals with monomers as in the reactions of radicals with each other. 


Ill, DISCUSSION* OF RESULTS 


The experiments leading to the evaluation of the rate constants in the copoly¬ 
merization system butyl acrylate-styrene have been described. However, it remains 
to be discussed whether the assumptions made are valid and to try to give an 
explanation of the particular features of the system investigated. 

A first assumption which has been made is the absence of transfer reactions. The 
occurrence of transfer theoretically is of importance for two reasons: 

( 1 ) It has been shown by Melville et al. ( 1947 ) that the and fg values determined 
for a copolymerizing system with the aid of the copolymer composition equation 
are not the true quotients of the reaction constants of a radical with the two mono¬ 
mers present but the products of these quotients with a certain factor dependent 
on transfer; thus 


r: — r. 




r, = r< 


(I + g&d) 


, _ ^faa 

'aa T. J 
^paa 


^ab 


f^pab 


etc. 


where 
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The transfer ratios of butyl acrylate and styrene, however, are both of the orders 
of magnitude of 10“^. Even if the crossed transfer constants were much higher the 
mflueiice of transfer on the and ^2 values found would fall within the experimental 
error in their determination given in part I. 

(2) The most important influence of transfer would be that on rate of initiation, 
as this is determined from molecular weight data. 

For homopolymerization in bulk with transfer taking place the expression holds 


for the case of copolymerization we obtain 

i = l+2eae,, (9) 

where P is the degree of polymerization, v is the kinetic chain length and 
stands for the quotient of the rate of transfer by all processes and the rate of 
propagation by all processes. 

It seems improbable that the crossed transfer ratios are much higher than the 
corresponding ones for the monomers. 

However, the same factors which are responsible for the deviations of and 
from unity and for the high ^ value naight enhance the transfer ratios. Transfer 
ratios for the separate monomers being of the order of magnitude 10~^ (Melville 
& Valentine 19506), it is felt that the transfer ratio to be taken into account could be 
perhaps of the order of magnitude 10“^. For molecular weights well below 100,000, 
i e.P< 10 ^, a transfer ratio of 10~^ will cause only an error of 5 to 10 %in- 3 C. However, 
for molecular weights well above 100,000 the neglect of transfer will be more serious. 
We therefore have recalculated X and consequently (f> for those cases on the 
assumption of = 10“^. 

We then find for the case of the copolymers with a molecular weight higher than 
100,000 the data, given in table 7 . As was to be expected the influence of transfer 
is most pronounced with copolymer 6 of a molecular weight of about 5 x 10 ^. 


Table 7 

rate of initiation x 10^® ^ 


copolymer 

without transfer 

with transfer 

without transfer 

with transfer 

E 

c. 14 

c. 12 

2 

1*5 

C 

c. 7 

c. 6*5 

13 

10 

6 

c. 4 

c. 2-2 

15 

7 


Even in these cases the influence of the assumed transfer ratio on the value of <p is 
not such that is brought down to about 1. An improbably high transfer ratio would 
have to be assumed to account by transfer for the peculiarities of the system 
investigated. 

A second assumption that has been made throughout is that the mutual termina¬ 
tion process is by disproportionation and not by combination. 
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In the case of homopolymerization experimental evidence—though not very 
abundant—is generally in favour of a disproportionation mechanism. However in 
the case of reaction between unlike radicals where polar factors of opposite sign 
might play a role, termmation by combination might occur. 

Assuming this to be the case allowance has to be made for the fact that for 
disproportionation 


^ R ^ 


P = P = average degree of polymerization, 


whereas for combination 


P = 


X ■ 


If a fraction x of the radicals combine then 


Z = 


B 

P(l-0-5a;)' 


( 10 ) 


Now X can be expressed in terms of the reaction constants and concentration of 
radicals if it is assumed that unlike radicals combine 


__ l^tab(R) (Q) _ 

kaa(Pf + ko^{P){Q) + lCttb(Qr 

which amounts to 

* ~ $lrl(A)^+Slrl2iBr+2r,r,SM^) {R)<P’ 
nv 1 T , rlSUAr + rlSUBr , , Q 

x-'-'^2r^r,$J,(A)iB)4> f 


( 11 ) 

( 12 ) 


In table 8 the values of Q for the monomer mixtures investigated are given 
together with the values of x and the correction factor with which the rate of 
initiation calculated before has to be multiplied if unhke radicals combine. 


Table 8. Ineltjbnob of assumed combination of unlike eadioals on rate 
OP initiation for different fi’s. Values for x and correction factor 


(c.f.) 

composition 

monomer 

mixture 
(% butyl 
acrylate) 


0 = 

A. 

1 

0 = 

10 


100 

0 = 

1000 

Q 

X 

c.f. 

X 

c-f' 

X 

c.f. 

X 

c.f/ 

96 

1*04 

0*49 

1-32 

0-91 

1-84 

0-99 

1-98 

1-0 

2 

90 

2-21 

^*31 

1*18 

0*82 

1-70 

0-98 

1-96 

1-0 

2 

80 

4-72 

0-175 

1-10 

0-68 

1-52 

0-96 

1-92 

0-995 

2 

50 

18*5 

0-05 

1-03 

0-35 

1-21 

0-84 

1-72 

0-98 

1-96 

46 

21-7 

0-045 

1-02 

0-32 

1-19 

0-82 

1-70 

0*98 

1-96 

31 

41-1 

0-025 

1-01 

0-20 

1-11 

0-71 

1-55 

0-96 

1-92 

22 

65-2 

0-02 

1-01 

0-13 

1-07 

0-61 

1-44 

0-94 

1-89 

10 

167 

0-006 

1-00 

0-05 

1-03 

0 36 

1-22 

0-86 

1-76 


As <p appears to be of the order of magnitude of 10®, the corresponding correction 
factor has been apphed to see whether a 0-value of better constancy is obtained. 
A comparison of rate of initiation and 0 calculated on this basis is given in table 9 . 
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Table 9. luELnENCB oe assumed combination of unlike eadicals 

ON BATE OE INITIATION AND <j) 


rate of initiation X 


copolymer 

f 

dispropor¬ 

tionation 

partial 

combmation 

dispropor¬ 

tionation 

partial 

combination 

E 

15-7-11 8 

31-4-23 6 

2-5-1-4 

7 2-5-2 

C 

7-8-6-7 

15-6-13-4 

14-12 

30-25 

6 

4-7-3-2 

8 -9-6-1 

20-11 

42-28 

3 

0*2-4-6 

8-4-7-8 

39-27 

94-58 

G- 

9-0-7-6 

15-3-12-9 

91-73 

170-140 

B 

7-0-6-2 

10-9-9 6 

97-82 

174-149 

5 

5-5-4-3 

7-9-6-2 

151-93 

248-180 

D 

7-8-6-6 

9-5-8-0 

143-95 

208-150 


It is seen that in this way there is some effect in the direction of flattening the 
^-composition curve and smoothing the X-composition curve, hut even so a constant 
value for the whole range of composition is not obtained. 

Consequently, we come to the conclusion that neither the phenomenon of transfer 
nor the possibility of combination of unhke radicals allow of a satisfactory explana¬ 
tion for the particular features of the system butyl acrylate-styrene. 

It is therefore presumed that in the initiation process the explanation for the 
anomalies has to be found. It is very strange the rate of initiation deviates so much 
from linearity with composition. It is necessary to bear in mind that the calculation 
of rate of initiation has been based on results of osmotic molecular weight determina¬ 
tions of copolymers isolated. The possibility is not excluded that the rate of 
decomposition of benzoyl peroxide was linear or nearly linear with composition but 
that the radicals formed by addition of say one monomer molecule to the radicals 
of the catalyst react so quickly with each other that compounds of low molecular 
weight are formed which escape precipitation. Osmotically only the ' large ’ polymer 
molecules are detected and therefore the rate of initiation calculated in this way 
would in fact be abnormally low. 

A first purely mathematical approach towards a kinetical description of this kind 
of process would be to write rate of initiation—as far as it leads to truly polymeric 


molecules—as 


Z = C{k,,{A) + \^(B) - {B)). 


(13) 


If is calculated from the experimental data then should be of the order of 
magnitude 10“^, as is the case with the initiation constant for benzoyl peroxide- 
butyl acrylate- It varies with composition, being 5*3 10”'^ for 96 %, 2*3 x 10'"'^ 

for 90 %, 0-9 for 80 % butyl acrylate, and for less butyrarrylate of the order of 
magnitude 0*5 to 0*3 x 10 ~'^, 

Experimental proof for the formation of low molecular weight compounds cannot 
be given. The amount—^if formed—would be so small as to be hardly detectable. 

During the preparation of this paper the work of Walling (1949) on overall rates 
of copolymerizatiomhas been published including the investigation of the styrene- 
methyl acrylate system. The most important difference with this work is the use of 
2-azo-6i^“isobut3n:onitrile as a catalyst instead of benzoyl peroxide. In his investiga¬ 
tion it is assumed that rate of initiation is constant through the whole range of 
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composition, and in this way he arrives at a value for (j) in the system styrene-methyl 
methacrylate which is in good agreement with that of Melville & Valentine. Though 
less pronounced than in the case of styrene-butyl acrylate a tendency for increase 
of (}> with styrene content is present. 

The system styrene-methacrylate closely resembles the system styrene-butyl 
acrylate as regards the shape of the rate-composition curve and the rather large 
variations of (j) with small variations in rate 

If the assumption of a constant rate of initiation at a certain temperature and at 
a certain concentration of azo catalyst through the whole range of composition of 
monomer mixtures is right, which still has to be proved experimentally, the 
suggestion put forward above would have to be rejected. Then the question how to 
explain the deviation of initiation from hnearity with composition in systems wnth 
benzoyl peroxide as a catalyst still would remain open. 

A question not yet discussed is that of finding an explanation for the high value of 
<p. It was mentioned above that styrene and butyl acrylate radicals probably have 
different electrical charges, styrene being negative, butyl acrylate positive, according 
to the system developed by Alfrey & Price (1947). 

In a quite analogous way, as these authors did for reactions between monomers and 
radicals, one may write (Arlman, Melville & Valentine, 1949) the termination 
constants as a product of a probabihty factor, a general reactivity factor and an 
electrical charge factor of the radicals concerned. Then it is easily derived that 


9 ^^ = 




Now in this case is 14 and <f> is about 100. 

Substituting the values for and given by Bickel & Valentine, i.e. 1*8x10^ 
for butyl acrylate and 2*2 x 10® for styrene, there is obtained 

A^f, = 5*3 X 107 . 

As the average value of was found to be 5-7 x 10^ the energy of activation for 
the reaction between unlike radicals is practically zero. 

The parallelism between ^ and be demonstrated by table 10, in which 

only are mentioned those pairs of monomers from which a copolymer is formed 
soluble in the reaction mixture, in which case consequently there are no complications 
due to inhomogeneity. 


Table 10. Relation oe 

-AND S 


monomer pair 

1/^1 ^2 


styrene-methyl methacrylate 

4-2 

17 

styrene-methyl acrylate 

6-6 

40 

styrene-butyl acrylate 

14 

100 


Though certain details still remain to be explained, we feel that the investigation 
reported allows of the conclusion that the schemes now existing for the explanation 
of the phenomena in copolymerization seem to be adequate for a quantitative 
description. 
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One of us (E.J.A.) wishes to express his gratitude to the Management of the 
Koninklyke Shell-Laboratorium, Amsterdam for the opportunity to carry out this 
investigation. Thanks are also due for valuable help given by the theoretical analytical 
and spectroscopic departments of that Laboratory. 


Appendix. The ultba-^uolet absorption spectrum oe styrene, 

BUTYL-ACRYLATE AND BENZOYL PEROXIDE 

The ultra-violet absorption of both monomers were determined at Koninklyke 
Shell-Laboratorium at Amsterdam with the aid of a Beckmann quartz spectro¬ 
photometer model DU. Ethyl alcohol was used as a solvent; concentration o 
monomers was about T 5 x lO'^g.mol./L; cell length 0*01 cm. 

The data for styrene are in close agreement with previously reported ones (Rode- 
bush & Feldman 1946, Smakula 1934). 

The data for benzoyl peroxide are those given by Cohen, Ostberg, Sparrow 
& Blout (1948). 



Figure 6. Absorption spectra of a, benzoyl peroxide; h, styrene, c, butyl acrylate 

m ethyl alcohol. 
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Polypeptide chain configurations in crystalline proteins 

By Sie Laweence Beagg, F.R S., J. C. Kejtdeew and M. F. Pbeutz 

Cavendish Laboratory, University of Cambridge 

{Received 31 March 1950 ) 

Astbury’s studies of a-keratm, and X-ray studies of crystalline haemoglobin and myoglobin 
by Perutz and Kendrew, agree in mdieatmg some form of folded polj^peptide chain which has 
a repeat distance of about 5*1 A, with three ammo-acid residues per repeat. In this paper 
a systematic survey has been made of cham models which conform to established bond 
len^hs and angles, and which are held m a folded form by N—H—O bonds. After excludmg 
the models which depart widely from the observed repeat distance and nimiber of residues 
per repeat, an attempt is made to reduce the number of possibilities still further by comparmg 
vector diagrams of the models with Patterson projections based on the X-ray data. When 
this comparison is made for two-dimensional Patterson projections on a plane at right angles 
to the chain, the evidence favours chams of the general type proposed for a-keratm 
by Astbury. These chams have a dyad axis with six residues m a repeat distance of 10-2 A, 
and are composed of approximately coplanar folds. As a fuither test, these chams are 
placed m the myoglobin structure, and a comparison is made between calculated and 
observed F values for a zone parallel to the chams; the agreement is remarkably close taking 
into account the omission from the calculations of the luaknown effect of the side-chains. On 
the other hand, a study of the three-dimensional Patterson of haemoglobm shows how 
cautious one must be m acceptmg this agreement as significant. Successive portions of the rod 
of high vector density which has been supposed to represent the chains give widely different 
projections and show no evidence of a dyad axis. 

The evidence is still too slender for defimte conclusions to be drawn, but it indicates that 
a further mtensive study of these proteins, and m particular of myoglobin which has 
promising features of simplicity, may lead to a determmation of the cham structure. 


21-2 
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1. IlSTTRODITCTION 


Proteins are built of long chains of aminO'acid residues. Amino-acids unite to form 
a chain (figure 1) in which the R groups are of some twenty-three different kinds, 
varying from a hydrogen atom in glycine to moderately complex groups (e.g. the 
linked five- and six-membered rmgs of tryptophan). As examples, insulin of molecular 
weight 12,000 has, according to Ohibnall (1945), 106 residues, in four chains linked 
by six disulphide bridges of cystine (Sanger 1948). Myoglobin, 17 , 000 , has about 
146 residues; haemoglobin, 67 , 000 , has about 580 residues. 


A 




:h m CO CH 


Figure 1 . Polypeptide chain. 


In this paper an attempt is made to glean as much information as possible about 
the nature of the chains from X-ray studies of crystalline proteins, and to survey 
the possible types of chain which are consistent with such evidence as is available. 
The configuration and arrangement of the R groups is not discussed; we are merely 

concerned with the configuration of the —CO—CH—NH— chain to which they are 
attached. 

Certain features of all protein structures deserve special mention. 

R 

(a) The mean molecular weight of the residue CH is much the same in 

most proteins, ranging between 110 and 120 (e.g. haemoglobin 112*5). Since the 

molecular weight of the chain element —CO—CH—NH—is 56 , one-half the weight 
of the protein is in the chain and one-half in the side groups, excluding associated 
water. To put this in another way, the average side-chain contains about four atoms 
other than hydrogen. 

(b) All the amino-acids occurring in proteins (except glycine which is non- 
enantiomorphous, and a very few amino-acids found in primitive organisms such as 
bacteria) have the steric configuration about the central carbon atom conventionally 
termed Taevo’. 

(c) X-ray determinations of the structures of simple amino-acids or dipeptides 
yield consistent information about the interatomic distances and bond angles in 
their crystals, and presumably these angles and distances will not be very different 
in a long polypeptide chain. 


2. PrEVIOXJS SPECTTLATIOlSrS ABOUT THE COlXFIGIJRATIOi^' OF THE 
POLYPEPTIDE CHAIN 

Astbury and his co-workers in their pioneer investigations have made an ex¬ 
haustive study of the fibrous proteins such as the keratin of hair and wool. Their 
most important result, in the present connexion, is their inference that the marked 
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5*1 A repeat along the fibre axis which is shown prommentty by X-ray photographs 
of a-keratin and its analogues corresponds to an element of folded chain con¬ 
taining three amino-acid residues Briefly, Astbuiy (private communication, 1949 ) 
summarizes the evidence as follows: 

{a) The ^-keratin X-ray diagram wdth its strong meridional 3-4A reflexion 
represents a system of extended polypeptide chains as in figure 2 ( 6 ), for which the 
average length per residue must be about 3*4 A to correspond to the accepted bond 
lengths and angles. 

( 6 ) The /? configuration is approximately twice as long as the folded a configuration, 
since the reversible extensibility of wool and hair is approximately to twice the 
normal length The average length per residue in the a chain is therefore 1 - 7 A, giving 
three residues per repeat of 5 * 1 A 


1 



Figube 2 . Cham configurations proposed by Astbury {1949 a) for (a) a-keratm, 

(6) ^-keratin. 

The model of the folded chain in figure 2 (a) is proposed for a-keratin by Astbury 
as that which at present seems to fit the facts best, other indications in favour of 
this structure being obtained from considerations of side chain packing. The 
complete repeat is at distances of 10-2 A, each loop occupying 5-1 A and containing 
three residues as indicated in the diagram. It will be referred to again below. 

Huggins (1943) made an extensive review of possible types of polypeptide 
chains. He gives numerous examples of chains in both extended and shrunk forms, 
and of ways in which these may be linked together, showing how many the possibilities 
are until further evidence is obtained which restricts them. 

Recently a t3rpe of chain has been proposed by Ambrose & Hanby (1949; 
Ambrose, Elliott & Temple 1949) based on measurements of the dichroism of 
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a-keratirij myosin and tropomyosin in the infra-red. This is a folded chain with two 
residues in a repeat of 5T A, and Ambrose and his collaborators picture these chains 
as occurring in pairs so that there are four residues in the a-keratin unit. 


3. Polypeptide chahsts in crystalline haemog-lobin and myoglobin 

The X-ray diffraction pictures given by haemoglobin, in particular horse methae- 
moglobin, have been studied in detail by Perutz and his collaborators (Boyes-Watson, 
Davidson & Perutz 1947; Perutz 1949), and Kendrew (1950) has published an 
account of work with myoglobin. The evidence for the existence and features of 
chains in haemoglobin and myoglobin has been very fully discussed in these papers, 
but it may be useful to recapitulate here the nature of the problem and the way in 
which an attack on it has been made. Protein crystals give a wealth of diffracted 
beams, extending out to angles which correspond to spacings as small as 2 A, but the 
interpretation of these photographs as a complete picture of the arrangement of the 
thousands of atoms in the unit cell is a task greater by several orders of complexity 
than the most complex crystals yet successfully analyzed. It is always possible, 
however, to represent the experimental observations as a Patterson or' vector ’ map. 
Broadly speaking, if there are in the actual crystal two atoms a and h with ‘ weights ^ 
and m^, the Patterson map has a peak or lump of density proportional to the 
product at a point ’ such that the line joining ’ to the origin of the map 
is equal and parallel to the line drawn between a and h in the crystal. If the crystal 
contains % atoms, there are such points in the Patterson map corresponding to the 
product (a-}-6 + c-)-d+...) (a + 6-fc-i-c?-{-...). The n terms ... have zero 

vectors and superimpose at the origin to form a large concentration. The remainder 
are distributed throughout the cell. (The meaning of Patterson maps is explained 
in greater detail by Kendrew & Perutz (1949).) It is common practice in crystal 
analysis to start by forming two- or three-dimensional Patterson summations 
and then to seek to decipher the significance of their more prominent peaks in 
terms of the atomic arrangement. However, the Patterson projection of a protein 
represents some miUions of vector peaks. It can only be deciphered if there is some 
regular underlying arrangement throughout the crystal structure, such as would be 
the case if the polypeptide chains are regular in form, straight, and parallel to each 
other in the molecule. It has already been remarked that half the atoms (hydrogen 
can be neglected on account of its low scattering power) are in the chain element 
CO—C—^N. Further, if some model of the cham is adopted, the first carbon atom of 
each side-chain is also in a definite position, so that some five-eighths of all the atoms 
form part of a regularly recurring pattern. The remainder are in the side groups and 
will have a wide variety of configurations. The vectors drawn between atoms inside 
any one chain, and those between its atoms and the atoms of neighbouring parallel 
chains, will form a large proportion of all the vectors in the Patterson and will be 
of a relatively few constantly repeated types. Owing to this regularity they may be 
prominent in the Patterson projection in spite of the irregular welter of other vectors 
on which they are superimposed. This possibility is the greater because the parallel 
straight chains would be regions of relatively high density. The atoms in any one 
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chain are bound by homopolar links. The side groups R are in general separated 
from each other by the much greater distances characteristic of van der Waals forces 
or polar forces. A simple calculation (Bragg 1949) shows that, in a projection of the 
crystal structure on a plane perpendicular to the chains, the density of scattering 
matter immediately round the central axis of a chain may be as much as ten times 
as great as the average density. To sum up, although it is impossible by trial and 
error methods to determine the positions of all the atoms in the structure, it may be 
possible to treat the chains as relatively few units which stand out from the rest of 
the structure because of their greater density, and to deduce their positions as we 
would those of atoms in a simpler structure The first task in protein analysis is 
therefore to establish the nature of this chain unit. 

Figure 3 illustrates the evidence afforded by the haemoglobin and myoglobin 
analyses. Figure 3 (a) is a section of a three-dimensional Patterson projection of 
haemoglobin, perpendicular to the h axis of the monoclinic crystal and at the height 
of the origin, which appears half-way along the left-hand side of the figure. It shows 
a somewhat irregular but clearly marked rod of density through the origin and 
parallel to the a axis, such as would be produced by the vectors between atoms of 
polypeptide chains running in this direction. The prominent ring around the origin 
is at a distance of about 5 A, and there are further peaks at roughly this spacing along 
the rod. In figure 3 (6) is plotted the total vector weight in a strip along the rod which 
is 5*2 A in width, and 3*2 A in depth in the h direction. It shows a periodicity with 
a repeat of rather over 5 A. The positions of the peaks are plotted in figure 3 (c); the 
mean spacing is 5*1 A. 

Sections at other levels in the haemoglobin cell show more chains parallel to the a 
axis, in positions whi ch indicate that each chain is surrounded by six others at distances 
of 10 to 11 A. Assuming this type of packing, the number of residues in each repeat of 
5*1 A can be calculated from the density of the protein ( 1 * 3 ) and the mean residue 
weight ( 112 * 5 ), and is found to be 3-3 residues per unit of repeat. This may be com¬ 
pared with Astbury’s conclusion that in a-keratin there are three residues in a repeat 
of 5*1 A. No great reliance can be placed on the figure deduced from haemoglobin, 
since the estimates of packing distance and repeat distance are very approximate, 
and in particular the possibility of four residues per 5 - 1 A repeat cannot be regarded 
as ruled out. 

Figure 3 {d) is a two-dimensional Patterson projection of myoglobin on the b plane 
of the monoclinic crystal. It is not to be expected that chains should stand out so 
clearly in a two-dimensional projection as in one of three dimensions; nevertheless, 
there is a clear indication of rods running in the [201] direction. Peaks appear along 
the chains at intervals of about 10 A. In a Patterson which includes a larger number 
of higher-order terms, intermediate peaks appear at intervals of about 5 A. The data 
from myoglobin are discussed more fully in a later section, where a further Patterson 
projection is described in which the rods are seen in an end-on direction. The evidence 
from the b projections suggests the existence of parallel chains with a repeat of 10 A 
and a subsidiary repeat of 5 A. 
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( 6 ) 

Figure 3. (a) Patterson section of horse methaemoglobin taken through the origin and 
perpendicular to 6 , showing vector rod parallel to a. (b) Integrated vector density in 
a strip of the Patterson section of (a) including the rod, plotted as a function of distance 
from the origin, (c) Positions of vector peaks in ( 6 ) plotted agamst ordmal number of peak. 
(d) Patterson projection of horse met-myoglobm perpendicular to 6 , showing vector rods, 
parallel to [ 20 T] (from Kendrew 1950 ). 














328 


Sir Lawrence Bragg, J. C. Kendrew and M. B. Perutz 


4. CLASSIFICATIOISr OF CHAIN STRXJCTTJRFS 

In this and the following sections we attempt to survey systematically all those 
types of folded pol3rpeptide chain configurations which satisfy certain conditions, 
established by experiment or plausible on general grounds. 

It cannot be assumed as certain that the polypeptide chain has the same configura¬ 
tion in all crystalline proteins, or that a similar configuration occurs in fibrous 
proteins such as a-keratin. It is, however, not unreasonable to expect that haemo¬ 
globin and myoglobin contain chains of the same type, because these proteins appear 
to be closely related in several ways; and furthermore, the repeat distance, the inter¬ 
chain distance, and the number of residues per repeat, are similar in these two 
proteins to the corresponding features of a-keratin. It will therefore be assumed as 
a working hypothesis that the chain configurations in large classes of proteins 
resemble one another closely, while bearing in mind that this hypothesis is based on 
slender evidence and may have to be abandoned when further experimental data are 
available. 

In our survey of chain configurations we have adopted the following conditions: 


(a) Interatomic distances and bond angles 


Some relevant data have been obtained by X-ray analysis of the structures of 
amino-acids and small peptides. Glycine has been analyzed by Albrecht & Corey 
(1939), DL-alanine by Levy & Corey (1941) and /?-glycylglycine by Hughes & Moore 
(1949). An addition compound of cysteyl-glycine has recently been analyzed in the 
Cavendish Laboratory by Dyer, and progress has been made with the analysis of 
tripeptides and tetrapeptides. 

In an earlier paper Huggins (1943) has given the following summary of the 


H 0 


distances and angles to be expected in the chain unit —N-—d'- 

il: R 


N—C 

(A) 

1-41 

/\ 

NCC' 

C) 

112 

C—C' 

1-52 

/\ 

CC'N 

118 

c^*~o 

1*25 

/\ 

C'NC 

118 


1-33 




The experimental results, including the most recent, agree generally with these 
figures, though with some individual variations (for summary see Corey 1948). For 

example, in cysteyl-glycine Dyer has found G'NC considerably greater than the 
figure given. AH the structures contain hydrogen bonds N—^H...O which vary in 
length between 2*6 and 2*85 A. 

For the construction of models we have adopted the following values, which agree 
with those given by Huggins or with generally recognized standards: 
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(i) Covalent distances: 

(ii) Hydrogen bond distances: 

(iii) Bond angles: 


C— a 1 * 521 ; C—N, 1 - 361 ; C—0, l* 24 l. 

N —0 (inN—H... 0 ) 2 - 851 , 

C. tetrahedral distribution. 

N: tetrahedral (interbond angle 109 ° 28 ') or 
planar (120°).* 

N—H.. 0 ==C<^: we have placed no restriction 

on NHO or on HOC, though we have generally 
attempted to make NHOC as nearly collinear 
as possible. 


(6) 02^tical configuration of amino-acids 

We have assumed that all the amino^acids (except glycine which is optically 
inactive) belong to the laevo series. 


(c) Symmetry of the chain 

Huggins (1943) has made the following two general points about the symmetry 
of a stable chain configuration: 

(i) ‘Polypeptide chains extending through the crystalline regions must each have 
a screw axis of symmetry, or else two or more chains must be grouped around screw 
axes or other symmetry elements. The unbalanced forces on opposite sides of a chain 
which has no screw axis, e.g. any of the earlier chain structures advocated for 
a-keratin by Astbury or the one that he has most recently proposed for collagen, 
would tend to bend it continuously in the same direction.’ 

(ii) ‘In general, a structural pattern for a protein in which like groups are all 
surrounded in a like manner, except for differences between the R groups, is more 
probable than one in which this is not the case.’ 

We have accepted Huggins’s first criterion throughout; indeed, we have used it as 
a basis for classifying types of configuration. In other words, all the structures 
examined possess a screw axis of symmetry (not necessarily restricted to crystallo¬ 
graphic types of screw symmetry, e.g. a fivefold axis would be permissible). 

Huggins’s second criterion, that each element of the chain should be in a similar 
relation to neighbouring elements, we have not regarded as essential, and some of 
the chains described below do not obey this rule. 

, (d) The role of hydrogen bonding 

We have made the plausible (but still unproved) assumption that the chain is held 
in a folded condition by hydrogen bonds between ^NH and ^^0 groups of nearby 
amino-acid residues. In other words, the folded chain is thrown into a series of rings 
wMch must be ruptured at the hydrogen bond before unfolding can take place. 
Formally speaking, these rings maybe of two types, illustrated diagrammaticaUy in 
figure 4 (a). 

* No complete structure analysis of any compound containing nitrogen bound analogously 
to nitrogen m proteins of the a-keratin type is yet available. We have therefore thought it 
better to leave this question open for the present, and to examine, in each type of structure, 
the effect of the two configurations given. 
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We have used criteria (c) and {d) as a basis for classifying possible types of chain 
configuration: 

(i) By symmetry. The chains may possess a twofold, threefold, fourfold or higher 
screw” axis of symmetry. 

(ii) By ring size. The ring, being formed by elements of the chain and the hydrogen 
atom betw”een 0 and N, must be of one of the following types: 

T3rpe A. Number of atoms in ring, R = 37^ + 4 = 7, 10, 13,. .. 

Type B. Number of atoms in ring, R = 3^2, + 5 = 8, 11, 14,.... 

These rings are showm schematically in figure 4(6). 


(a) 


\ 


Type A 
,0-H 


\ 


(NH-CHR-COr' 


Type B 




■ 


-y N- 

^(CHR—NH-CO'^-CHF 


(b) Type A 

_13_ 

_ 10 _ 

I 7 1 

1 I-^1 

—CHR—CO—NH—CHRr-CO—NH—CHR—CO—NH-CHR—CO—NH—CHR—CO—NH—CHR-CO—NH—CHR-CO—NH—t 'H U—(’0—N H— 

I_I 

8 

11 

14 

Type B 


(c) 


CHR-CO—NH—CHR-Cp—NH—CHR~Cp—NH—CHR—CO—NH—CHR-CO—NH-CHR-00—NH—CHR—(’0—Nn-('lll{—1'()—N 


(u) CHR—C^NH—CHR-CO— NH-CHR-CO-^ H—CHR—CO—NH—CHR -CO—NH—CH R—CO—NH— CH R—('^NH—('ll R—('0—NH 


(m) CHR-CO—NH—CHR-CO—NH—CHR-CO—NH—CHR-CO—NH—GHR-CO—NH—CHR—CO—NH—CH R—CO—N H-CHR—(!0- 


Figube 4. {a) Possible types of hydrogen-bonded ring formed from folded polypeptide chain. 
(6) Scheme showmg the numbers of atoms in the various possible ring structures, 
(c) Families of structures of type (i) l/g=l, (ii) l/g = J, (iii) = 


Each type of structure may be designated by a symbol S^, where S denotes the 
screw symmetry and R the number of members in the hydrogen-bonded rings; 
e.g. 2, is a structure having a dyad axis of symmetry with seven-memhered rings. 
Formally speaking each of these structural types may be further subdivided into 
families according as all, or only a fraction Ijq, of the NH (or CO) groups form 
hydrogen bonds. For example, the structure type might form families of the kind 
shown in figure 4 (c); in (i) every possible hydrogen bond is made, in (ii) ^ and in 

(iii) ^ of the possible bonds are made. Similar families can be described for each of 
the permitted values of R. These may be designated by the symbols /S'e( 1 jq), e.g. 2^. | 
would be a structure with a seven-membered ring, a dyad screw axis, and one-half 
of the possible hydrogen bonds made. 
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It will be evident that the number of configurations formally possible is rather 
large, and even though many of the formal schemes are found on examination not 
to be sterically possible it is still true that the number of configurations which should 
be examined in a comprehensive survey is considerable We regard those structures 
in which all NH and CO groups are hydrogen bonded (g = 1) as inherently the more 
probable, because their free energy is presumably lower. We have therefore examined 
structures of this type in considerable detail and have made efforts to build all 
possible models provided they conformed to the conditions outlined above. 

We have also tried to build all the possible structures having only a fraction of the 
NH and CO groups hydrogen bonded, determining at least the repeat distance of the 
molecular pattern and the number of ammo-acid residues which that pattern 
contains. This survey was less thorough, so that some possible structures may have 
been overlooked, and only a few of the structures were examined in detail. Among 
the latter was 2;^3. | because of the evidence which Astbury produced in its favour, 
and 2 ^^. | because of its close similarity with 2 ^^. 

5. Strijctxjbes examined in detail 

Within the limits discussed in the last two paragraphs we have attempted to make 
models of as many types of structure as possible, considering in turn each type of 
chain symmetry and each ring size. In some instances no structure could be devised 
for steric reasons. In general, very small or very large rings may be excluded; small 
rings on account of the strains involved in closing them, large ones because they 
involve either excessively long hydrogen bonds or else chains of very large cross- 
sectional area containing many residues per repeating unit. 

These structures examined in detail are listed in table 1, classified in accordance 
with their symmetry and ring size. It is to be noted that a given chain configuration 
can in general give rise to two types of structure depending on the way the side 
groups are attached, since the chain itself is enantiomorphous; broadly speaking, 
these may be distinguished as laevo groups in a left-handed chain, or laevo groups 
in a right-handed chain—structures which are not mirror images of each other and 
which are designated by suffixes and 'b\ In some cases steric considerations 
rule out one of these configurations. 

We now proceed to discuss briefly each of the structures listed in table 1, leaving 
over for more detailed treatment later those which we regard as displaying the most 
promising agreement with the experimental data. Those not further considered have 
generally been excluded because they do not satisfy one or both of the following 
criteria: 

(а) Repeat distance. The structure must account for an apparent' repeat ’ distance 
of just over 5 A. This 'repeat’ may be the true repeat distance between identical 
points, or a fractional translation produced by the action of the screw axis. 

(б) Number of residues per repeat. We have preferred structures in which the 
repeat (or pseudo-repeat) contains three amino-acid residues, for the reasons given 
above (p. 325 ). We do not feel, however, that we can entirely exclude the possibility 
that the repeat contains four residues, and two such structures are considered in 



332 


Sir Lawrence Bragg, J. C. Kendrew and M. F. Perutz 





Table 1 



no. of 


no. of 

illustra¬ 


screw axis 

atoms 

repeat 

residues 

tions 


of 

in 

distances 

per 

(figure 


symmetry 

ring 

(A) 

repeat 

no.) 

comments 

twofold 

la 

5-5 6 

2 

5 

structure proposed by Huggins ( 1943 ) 

lb 

5-5*6 

2 

6 

structure proposed by Zahn ( 1947 ) and 
Ambrose et al. ( 1949 ); readily folds 
in pairs, see §7, 8 


8 

4 6-4*8 

2 

7 

structure proposed by Huggins ( 1943 ) ; 
only one configuration possible ; 
repeat distance too short 


13 

10*2 

6 

8 

structure proposed by Astbury & Bell 
( 1941 ); see §7, 8 


14 

10*2 

6 

9 

see § 7, 8 

tlireefold 

7 

7 5 

3 

— 

repeat distance too short 


8 

5*4 

3 

10 

hydrogen bonds mutually perpen¬ 
dicular; see §7 


10 

11 

52 

3 

11 

1 

J 

1 

structure proposed by Taylor ( 1941 ) 
and Huggins ( 1943 ) ; hydrogen bonds 
oriented nearly parallel to the chain 
direction; see §8 

fourfold 

13 

14 

7 



no possible structures 


8 

10 

— 

— 

__ 1 

j 

no possible structures 


11 

5 4 

4 


rings somewhat strained ; similar to 4 i 3 ; 


13 

5*6 

4 

12 

a possible structure 


14 or 
greater 

— 

— 

— 

no possible structures 

fivefold and 
higher 

— 

— 

— 

— 

all such structures contain more than 
four amino-acid rosiduos piu‘ ropf^at 


syxQinetries imit 

detail (27 a and It appears highly improbable that the number of residues in the 

5 A repeat is greater than four, and this criterion excludes symmetries which are 
more than fourfold; a fivefold chain repeating at 5 A, for example, would necessarily 
contain at least five amino-acid residues per repeat. 

The following diagrams illustrating the types of chain were drawn from optical 
projections of models, and are only intended to illustrate the structure of the chain. 
The co-ordinates of the atoms given in the accompanying tables are accurate to about 

0-1 A. 

(i) Twofold structures 

Seven-atom ring (27a, 276) 

One form of this ring {2^a) was proposed by Huggins (1943), whose drawings of it 
are reproduced in figure 5 . The chain itself forms a more or less flat ribbon while 
R groups project alternately up and down from the plane of the ribbon. The repeat 
distance is 5 to 5*6 A and contains two residues.* 

* The precise repeat distances in 2 ^ and 23 cannot be predicted since the K—H—O—C 
bonds deviate widely from a straight line, and precise experimental evidence is not yet 
available for the IST—0 distance m such a case. 
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The other form {%b), differing only in that the R groups and H atoms on the 
(X-carbon atoms are interchanged, was suggested by Zahn (1947) and described in 
more detail by Ambrose & Hanby (1949) and Ambrose et al, (1949). As shown in 
figure 6 the R groups now lie approximately in the plane of the ribbon, instead of 
normal to it. This is an attractive feature of the structure, since it enables the chain 



cC oN oO OR ‘H 

Figure 5. Projections of 27 a chain, after Huggins { 1943 ). Repeat distance about 5 A 



Table of co-ordinates in A 



X 

y 

z 

R 

0-7 


0*0 

C 

1*1 

0*6 

M 

R 

2 6 

0*6 

1*2 

C 

0*6 

00 

2*4 

O' 

1*2 

0 8 

3*1 


Atoms m ammo-acid 1 at {x, y, z) 
Atoms in ammo-acid 2 at (x, y, z+2 85) 



Figure 6. Projections of 2^6 chain. 
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to bend back on itself about an axis in the ribbon plane, without mutual interference 
of R groups or rupture of hydrogen bonds; the two limbs then lie about 4 A apart. 

Astbury (19496) has criticized 2^6 on several grounds, one being that a chain 
having a true repeat of 5 A and a screw dyad axis would give a weak 010 (5 A) and 
a strong 020 (2*5 A) reflexion, whereas in fact in a-keratin it is the 5 A meridional 
reflexion which is overwhelmingly strong. This objection would apply to both forms of 
2^, and to overcome it Huggins (1943) introduced Hhe additional assumption that 
alternate R groups are much more potent X-ray scatterers than the intermediate 
ones’. There is, however, no other evidence that such an arrangement exists. 



Figxjbe 7 . Projections of 23 chain after Huggins ( 1943 ). Repeat distance about 5 A. 

Symbols as for figure 5. 


2^6 has also been criticized by Darmon & Sutherland (1949) on grounds connected 
with the interpretation of infra-red absorption spectra given by Ambrose et ah (1949). 

Another serious objection to both forms of 2^ is that it contains only two ammo- 
acid residues per repeat of 5 * 5 A. Alternatively, 2^ 6 can be arranged so that two close¬ 
spaced chains (see above) run through a single subcell of 5 x 10 x JO A, giYmg four 
residues per subcelL We have given reasons for preferring models containing 
three residues per subcell, but these reasons are not conclusive ones, and so we have 
given more detailed consideration (see below) to 2^6, in particular in relation to 
haemoglobin and myoglobin. 

Both structures can be built using either a planar or a tetrahedral configuration of 
bonds about the nitrogen atom. We have preferred a planar configuration, since this 
gives a more nearly linear arrangement of the hydrogen bond N—H— 0 , and because 
the ring is flatter than with the tetrahedral configuration, which prevents the packing 
of neighbouring chains to as close a distance as the myoglobin data would appear to 
demand (see p. 350 ). 

Eight-atom ring (2g) 

This model was first suggested by Huggins (1943), whose projections of it are 
reproduced in figure 7 . In the configuration of its R groups it resembles 2,6 rather 
than 27U; no second form, corresponding to 2^a, is possible for steric reasons; in such 
a structure R would lie far too close to C'. 

The 2g structure is not immediately attractive since, like 2^, it contains only two 
residues in the repeat distance and has other disadvantages not shared by 2^: 

(a) The repeat distance is distinctly less than 5 A; 4*6 with planar, and 4*7 to 
4*8 A with tetrahedral nitrogen atoms. 
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(6) The angle HOC in the hydrogen bonds is only about 100°, which seems 
unlikely on general grounds, since it brings the N and 0 atoms very close to one 
another. 

(c) The whole chain is much more rigid than leaving no possibility of folding 
about an axis in the plane of the ribbon. In any case the side chains would interfere 
with such a fold. 

For all these reasons we regard 2^ as an unlikely structure, and do not consider it 
further. 

Thirteen-atom ring (2 ^^. |) 

This is the well-known structure proposed for a-keratin by Astbury & Bell (1941). 
We have constructed models m conformity with the diagrams published by these 
authors; our projections are illustrated in figure 8. The repeat distance is just more 
than 10 A, and contains six amino-acid residues; side chains project alternately up 
and down The structure satisfies all the experimental data and is discussed in more 
detail below. 

We found it impossible to construct configuration. On the other hand, we 

obtained a quite distinct version of 2 ^^^. | in which the side-chains project alternately 
up and down as in the Astbury version, and the repeat distance is 9 A, containing six 
amino-acid residues. The ring is somewhat strained and the structure seems in 
general an unlikely one, we mention it merely as an illustration of the fact, which we 
have observed here and in 2^^^^ . that these large ring structures have considerable 
flexibility and their detailed configurations can be altered within wide limits. At the 
present stage there is clearly nothing to be gained by studying all such minor 
variations in detail. 

Fourteen-atom ring 

This structure, which we believe has not been previously described, is illustrated 
in figure 9 . It possesses all the attractive features of 2^3. the ring is not strained 
and is almost planar; R groups project alternately up and down from the ring plane 
(though they are not close-packed, their distances apart varying from 4 to 6 A); the 
repeat distance is 10*2A and contains six residues. Accordingly, we discuss the 
structure in detail below. 

Both 2^^. I, a and 2^^. |. 6 are possible, and each is susceptible of minor variations, 
but the ring is so flexible that we have only thought it worth while to discuss one 
typical, and on general grounds highly probable, structure. 

(ii) Threefold structures 

In aU these structures (and those of higher symmetry) the R group and H atom on 
the a-carbon atoms can easily be interchanged, with little effect on the general 
properties of the structure. We have in each case considered the version in which the 
side-chains would protrude most nearly normal to the axis of symmetry. 

Seven-atom ring (87) 

This structure would appear to be possible sterically, and we constructed a model 
without difficulty. We have not considered it further, since its repeat distance is 
7*5 A (containing three amino-acid residues). 


Vol 203. A. 


22 




Atoms in amino-aoid re- 8. Projections of 2„.i (Astbury) chain. 


sidues 4, 5, 6 at (x, y, 
{z±5^1)) 


[ 336 ] 







338 Sir Lawrence Bragg, J. C. Kendrew and M. F. Periitz 
Eight-atom ring (3g) 

We have not encountered any earlier description of this structure. Our model of 
it is illustrated in figure 10 The repeat distance is about 5*4 A, and of course com¬ 
prises three amino-acid residues. It is a feature of this structure that the three 



Figure 10. Projections of Sg chain. 


N—H...0 bonds in each repeating unit are mutually perpendicular and therefore 
could not possibly be responsible for any infra-red pleochroic effects which might be 
observed in the crystal or fibre. However, we regard the whole interpretation of 
these effects as still equivocal, and hence, though we shall not discuss this model 
further (owing to its close similarity to we cannot definitely reject it at this 
stage. 
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Table of co-ordinates m A 


N 1*2 1*6 

C 2*1 1-0 

R 2-8 2*1 

C' 1-6 0-1 

O 1‘5 0*5 

Atoms m ammo-acid 1 at (a?, z) 
Atoms in ammo-acid 2 at (y, x, z-{- 1*4) 
Atoms m ammo-acid 3 at (x, y^ 2:-l-2*8) 
Atoms m ammo-acid 4 at x^ s-}-4-2) 


Figube 12. Projections of 4^3 cham. 
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Ten-atom ring (S^q) 

This structure was first proposed by Taylor (1941), it was later discussed in detail 
by Huggins (1943), whose projections of it are reproduced in figure 11. Like \ its 
repeat distance is rather over 5 A, and contains three residues; it has the further 
attractive feature that the hydrogen bonds are oriented nearly parallel tp the triad 
axis and could therefore contribute to the infra-red pleochroism of the molecule as 
a whole, granted a suitable orientation of the chains. 

We discuss this structure in detail below. 

Other threefold structures 

We have found it impossible to build threefold structures containing rings of 11, 
13 or more members; structures with these large rings invariably assume a symmetry 
higher than threefold. 

(iii) Fourfold structures 

We were able to build no fourfold structures having rings of fewer than eleven or 
more than thirteen members 

Meven-atom ring 

A structure of this type can be built, though neighbouring pairs of oxygen atoms 
fall abnormally close to one another (2*2 A instead of the normal minimum of 2-8 A). 
Because of this feature, and because the repeat unit (of 5*4 A) contains/ow amino- 
acid residues, the structure is regarded as improbable. 

Thirteen-atom ring (413) 

This version seems to be more plausible than since its rings are less strained; 
projections are given in figure 12. The repeat distance is again rather over 5 A and, 
of course, contains four amino-acid residues. This structure will be further referred 
to in § 7 . 


6. Structuees not examined in detail 
{a) Structures of higher symmetry 

We have not examined in detail structures with fivefold, sixfold or higher sym¬ 
metry since they would inevitably contain more than four residues per repeat unit 
There is, nevertheless, no difficulty in building models of such structures. For 
example, there is a hexad structure 630, with a repeat distance of about 5 A and 
containing six residues per repeat; it is an open helix whose internal diameter is 
between 7 and 8 A. 

(6) Structures in which only part of the CO and NH groups are hydrogen bonded 

We mentioned in §4 above that structures of this type were considered com¬ 
paratively unlikely, because they would be expected to have a higher free energy 
than those in which all CO and NH groups are bonded. Nevertheless, a general survey 
has been made. The list of possible structures is not as formidable as might appear 
at first sight, because the repeat distances along the fibre axis become too long when 
the fraction of bonded NH or CO groups falls below I*, and often already when it falls 
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below 1 . Some structures were found to be sterically impossible, and others again, 
though capable of shortening to give the desired repeat of x 5 A, contained no bond 
that would keep them in this shortened configuration. 

The structures are described in table 2, which includes only three models having 
the correct repeat distance. Though these three, as well as some of the other structures 
listed in table 2, may have any type of screw symmetry owing to the rotational 
freedom of the individual rings, we decided for simplicity’s sake to describe them all 
in terms of twofold screw axes. We append some comments on the three structures 
having approximately correct repeat distances. 


screw 

axis 
of sym¬ 

fraction of 
no. of NH (and CO) 
atoms groups which 
in are hydrogen 

true 

Table 2 

no. of illustra- 
residues tions 
per (figure 


metry 

ring 

bonded 

repeat 

repeat 

no ) 

comments 

twofold 

7 


11*6 

4 

13 

two side-chains above and two below 


7 

etc. 

^10 

6, 8, etc. 


plane of main chain; free rotation 
between rmgs 
‘ repeat ’ too long 


8 

i 

9 8 

4 

14 

free rotation between rmgs 


8 

i. etc 

>10 

6, 8, etc. 

— 

‘repeat’ too long 


10 


8*2 

4 

— 

‘repeat’ too short 


10 


12 

6 

— 

‘repeat’ too long 


11 

i 

8*0 

4 

— 

‘repeat’ too short 


11 


9*6 

6 

15 

possible structure; properties similar 


11 

i 

16*5 

8 


to 2 i 3 and 2^4, though rings are 
not so flat; side chains pomt 
alternately up and dov^m from the 
plane of the rings; free rotation 
between rings 
‘repeat’ too long 


13 

i 

— - 

— 

— 

no possible structure 


13 


10*2 

6 

8 

described in table 1 


13 

i 

>10 

8 

— 

‘repeat’ too long 


14 

i 

— - 

— 

— 

no possible structure 


14 

i 

10*2 

6 

9 

described in table 1 


14 

i 

>10 

8 

— 

‘repeat’ too long 

three¬ 

10 

i 

13*4 

6 

— 

‘repeat’ too long 

fold 

11 

i 

13*0 

6 

_ 

‘repeat’ too long 


(i) Seven-atom ring. One-half of QO andgroups hydrogen bonded { 2 ,^,\) 

In its fully extended state this structure has a repeat distance of 11-6 A, with four 
amino-acid residues per repeat, and pairs of side-chains protruding alternately above 
and below the plane of the main chains in the a form. In the b form pairs of side- 
chains protrude alternately right and left within the plane of the main chain. 
Neighbouring side-chains are thus brought improbably close together. This proximity 
can be avoided in a variety of ways, however, by departing from the twofold screw 
symmetry. Such departure produces a slight shortening of the repeat distance. In 
end-on projection a structure of the type Srj,\ with high-order screw symmetry is 
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likely to have an appearance similar to that of Sg, or 4i3. The structure with 
twofold screw symmetry is illustrated in figure 13 , which shows that neighbouring 
rings are free to rotate about the —C—N bonds. 



Figube 13. Sketch of the 2^.^ chain. 

Figtjbe 14. Sketch of the 2^.^ chain. 

(ii) Bight-atom nng. One-half of CO aTid NH groups hydrogen bonded (2g. |) 

This structure has a repeat distance of 9-8 A with four amino-acid residues and is 
shown in figure 14 . Neighbouring rings are free to rotate about the N— C' bond, 
without appreciably affecting the length of the repeat. Side-chains protrude 
alternately parallel and perpendicular to the plane of the rings. 

(iii) Eleven-atom ring. One-third of NH and CO groups hydrogen bonded . J) 

This structure has a repeat distance of 9-6 A with six amino-acid residues, and is 

shown in figure 15 . Side-chains protrude alternately up and down from the plane 
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of the rings. The properties of this model are very similar to those of 2^3 and 2 ^^ except 
that the individual rings are free to rotate about the C'—N bond. Viewed in eiid-on 
projection with the resolving power of the Pattersons of haemoglobin and myoglobin 
this structure would be indistinguishable from 2^3 or 2 ^^. 



It is seen that in each of the three structures listed above the hydrogen bonded 
rings are free to rotate relative to each other. None of the models can be tied down 
to one specific configuration, so that definite parameters, on which a comparison 
of observed and calculated intensities might be based, cannot be assigned. Depending 
on the nature of the screw symmetry, end-on projections of these models would 
resemble one or the other of the types of structure described in detail in § 5 . With the 
resolving power available no distinction can be made between models whose end-on 
projections are roughly similar. 

(c) Structures with secondary folds 

We may distinguish structures of a higher degree of complexity in which the 
'asymmetric unit’ which the screw axis repeats consists not of one hydrogen- 
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bridged ring alone, but of more than one ring or of some combination of rings and 
chain. Some of the structures in this category are similar to those described in the 
preceding paragraph and suffer from the same drawbacks. Examples of such 
structures are those recently discussed by Mizushima, Simanouti, Tsuboi, Sugita 
& Kato (1949), for example, these authors illustrate one in which the 'asymmetric 
unit’ is formed of two 2^6 rings and one amino-acid residue which is not part of a 
ring; this asymmetric unit is operated upon by a screw dyad to form the chain. 

Another structure of this type was proposed by Huggins (1943) and is illustrated 
in figure 16 ; here the asymmetric unit consists of three linked 2^ a rings, and the whole 
cham has screw dyad symmetry. Using space-filling models we have found the repeat 
distance of this chain to be 8 A, not 10*2 A as stated by Huggins. We ourselves have 
fomid it possible to coil a 2^6 structure into helical forms, with, for example, a screw 
hexad symmetry. The structure has an asymmetric unit consisting of a single seven- 
membered ring; the internal diameter of the helix is about 5 A and its pattern 
repeats at intervals of 6 A. 



Figure 16. Structure with secondary folds built up of 270 . rings, after Huggins { 1943 ). 


We have not made an exhaustive study of structures of this general type, because 
they all suffer from what we believe is a serious objection, namely, that, although 
the rings are held together by hydrogen bonds as in all the configurations mentioned 
earlier, the structure as a whole is not so held together. For example, there seems no 
obvious reason why Huggins’s structure referred to in the last paragraph should not 
stretch to the ordinary 2^6 structure, since such stretching would involve only the 
overcoming of van der Waals attractions, and not the rupture of hydrogen bonds. 
It seems to be generally accepted that the a-/? transformation in keratin involves 
the breaking of hydrogen bonds at least, though it must be admitted that up to now 
studies of the energetics of this transformation have not given any clear indication 
of the nature of the processes involved. 

To sum up, after excluding the types of chain which are incompatible with three 
or four residues in a sub-cell of 10 x 10 x 5 A, or are improbable for other reasons, 
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we are left with 2 r^b, 2^3. 83, 3 ^^ and 4^3'^', In the next section an attempt is 

made to narrow the possibilities still further by comparing the vector projections of 
these chains with the Patterson projections of haemoglobin and myoglobin. If, as is 
believed, the chains are parallel in their crystals, the vectors between atoms of the 
same chain should have a deciding influence on the form of the Patterson around 
the origin when the projection is upon a plane at right angles to the chain direction. 
This is a more favourable basis of comparison than the Patterson projections shown 
in figure 3 (a) and (d), because the chain vectors are crowded into a small area and 
their effects are superimposed. 


7. Vector rrojections oe chain models 
(a) End-on projections of the chains 

A series of vector projections on a plane at right angles to the chain are shown in 
figure 17 , The atoms C, N, 0 have been assigned equal weights, and vectors have 
been drawn between every pair of atoms in one repeat of the chain. These are 
transferred to a common origin, and their ends are plotted as projected on a plane. 
Por instance, in the 23^4.chain which has six amino-acid residues in a repeat 
distance of 10*2 A or 30 atoms per repeat, there are 900 vectors, 30 of which constitute 
the peak at the origin. The projection is divided into squares of 1A side, and the 
number of vector ends in each square is counted. The density distribution can then be 
represented by contours at convenient levels. The vectors are distributed irregularly, 
and considerable smoothing is necessary in drawing the contours, but these contours 
serve to represent sufficiently accurately the type of Patterson diagram which the 
chains would give if arranged regularly in a simple unit cell with a wide spacing 
between the chains so that there is little overlap of the origin peaks. The correct 
representation would be attained by calculating the P’s of this arrangement, and 
constructing a Patterson projection with them. Such a calculation has been carried 
out for certain chains in the myoglobin cell in § 8 below. 

Figure 17 {a) is the vector projection of the 2^4. J chain illustrated in figure 9 . The 
atoms lie very nearly in a plane, with the exception of the first atoms R of the side- 
chains, and the Patterson projection is correspondingly elongated in one direction 
and narrow in the other. In comparing this projection with the origin peak of 
myoglobin, it must be remembered that the crystal has a dyad screw axis per¬ 
pendicular to the chains, so that the part of the Patterson distribution around the 
origin due to the chains is a combination of {a) with its counterpart formed by 
rotation about the axis. Assuming the axis to be nearly parallel to the plane of the 
chain, the result would be as shown in figure 17 (6), which is formed by superposing 
{a) and its mirror image. Figure 17 (e) shows the distribution around the origin in 
a Patterson projection of myoglobin on a plane perpendicular to the chains, and it will 
be noted that it has a general similarity to (6). Figure 17 (/) is a similar projection for 
horse methaemoglobin. Its form suggests that it may be due to the superposition of 

* The chains 23 .J and 2ii. J are also possible, but these chains are so ill-defined by 
the limiting conditions hitherto available that detailed tests of their conformity with the 
■observations cannot be made at the present stage. 
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Figxjbb 17. Origin peaks of vector projections along the chain direction, (a) chain. 

( 6 ) chain, mirror image in plane parallel to plane of chain superimposed, (c) 2^^. 
chain; mirror image m plane mclined at 63° to plane of chain superimposed, (d) 2 ^ 3 . 
cham. (e) Myoglobin* observed origin peak m [20T] projection. (/) Haemoglobin: observed 
origin peak in a projection, (y) Bg cham. (h) Sg cham, smoothed. {^) Pair of 2^6 chains. 


<^4-144-* 
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two projections such as (a) due to chains whose planes are inclined at an angle. 
Figure 17 (c) shows the combination of (a) with its counterpart about a twofold axis 
which makes an angle of 63° with the plane of the chain. There is a general similarity 
between (c) and (/). A general similarity is all that can be expected, since the 
Patterson projection of the crystal represents vectors between atoms of the side- 
groups, and between atoms of side-groups and chains, as well as intra-chain vectors. 
Conversely, the comparison between crystal Patterson and vector projection is not 
a very discriminating test for any one type of chain on account of this interference. 
Nevertheless, we can say that the observed Patterson projections are consistent with 
a type of folded chain such as 2 ^^. 

Figure 17 {d) gives the vector projection of the 2^3 (Astbury) chain. Since the 
atoms of this chain diverge more from a coplanar arrangement than those of the 
chain, the vector projection is less elongated and narrow. The two projections are so 
similar, however, that any comparison of the 2 ^^. J chain with the observed peak 
applies equally to the 2^^ . } chain. 

Figure 17 (g) is the vector projection of the screw triad chain Sg. If one takes into 
account the effect of the dyad symmetry of the haemoglobin crystal, and the 
smoothing resulting from the lack of resolution (least spacing, 2 A), one would expect 
the corresponding Patterson proj ection in a crystal to be more like figure 17 (/^), where 
the density has been uniformly distributed so that it is a function of the radius alone. 
Any chain with a triad or tetrad axis might be expected to give a distribution which 
approximated to one of circular symmetry. 

Figure 17 (i) is the vector projection of two parallel 2^b chains 4 A apart. It will be 
remembered that this is a possibility favoured by Ambrose et al. ( 1949 ). 

At first sight, the comparison of the observed Patterson projections (e) and (/) 
with the vector projections of the various types of chain would appear to indicate 
rather definitely that the chain must be of the flat 2 ^ 3 . \ or 2 . I type rather than 
types such as 2 ^ 6 , 3g, or 4^^. However, the very uncertain nature of the evidence 
has been pointed out to us by Mr F. H. C. Crick, who has drawn our attention to the 
point illustrated by figures 18 {a) and (6), which are based on the three-dimensional 
Patterson of haemoglobin. Figure 18 (a) is a projection of the Patterson density of 
a portion of the central rod (see figure 3(a)) extending to 8*8 A on either side 
of the origin, including of course the central peak. It is not unlike figure 17 (/), 
suggesting two crossed vector projections of the ( 6 ) or (d) type. However, if a 
similar projection of the density is made for the portions between 7-8 and 23*4A 
on either side of the origin, figure 18 (b) is the result. This is totally unlike figure 
18(a), being extended in the direction of the b axis and not at right angles to it. 
If the configuration of the main chain were the predominant factor in deciding the 
density in the rod, one would expect these two sections to be roughly similar, which 
is markedly not the case. Either the assumption that the chains possess a regular 
repeat of structure is incorrect, or, what is more probable, the irregular distortion 
due to atoms other than those in the main chains is so great as to mask the regular 
pattern due to the main chains alone. The comparisons illustrated by figure 17 are 
made with projections of the density of the complete unit cell, and so include all 
vectors from the shortest to the longest. We feel inclined to give more weight to the 
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complete projection or to figure 18 (a), both of which suggest a flat chain. It might 
be expected that the intra-chain vectors would stand out more clearly in the complete 
projection, smce the disturbance due to the irregularly distributed atoms of the side- 
chains would be comparatively less when averaged over a greater volume. Again, if 
the chains were not straight or were in short lengths, the Patterson due to the shorter 
vectors (figure 18 (a)) should correspond more closely to the chain configuration. In 
any event, the comparison of figures 18(a) and (6) shows how very tentative any 
conclusions must be; one can only say that the evidence favours the ‘ flat ’ chain such 
as 2 ;^ 3 . J and • h but that it is inconclusive. 



Fiuxjbe 18. Projections along the a axis of portions of central rod of tbreo-(lin\onBional 
Patterson of haemoglobin, (a) Portion from rr=--8‘8 to +8*8 A (h) Portions from 
5r=-23-4to ~7-8Aand +7*8 to +23 4 A. 


( 6 ) Lateral projections of the chains 

Vector projections on a plane parallel to the chains are shown in figure 19. Figure 
19 {a) is a projection of the 2 -^^. J chain on the yz plane. The atoms of this chain, apart 
from the R atoms, lie very nearly in the xz plane normal to the diagram. If they were 
exactly in this plane, all vectors would repeat at 5* 1A intervals owing to the operation 
of the twofold screw axis parallel to z, and it will be noted that the vector diagram 
shows little difference between the origin peaks and the points midway between them. 
Figure 19 {b) is a projection of the same chain on the xz plane. In this case there is 
a strong concentration of vectors around the origin and a spreading at the mid-points, 
so that the 10-2 A repeat is well marked. Figure 19 (c) is the yz projection of the ^13-i 
chain. Since the atoms of the chain depart more widely from the xz plane, there is 
a marked 10*2 A repeat with a subsidiary 5T A repeat. The 900 vectors in each case 
are spread over a wider area than in the "end-on’ projections, and it is consequently 
necessary to carry out a more drastic smoothing in attempting to indicate their 
density by contours, but these diagrams indicate the appearance of the Patterson 
projection to be expected in each case. 

A lateral vector projection of the 83 chain contains only 225 points of which 
fifteen are at the origin, and it is spread over a wide area. It is difficult to draw 
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contours in such a case. In figure 19 {d)^ therefoi'e, the projections of the terminations 
of the vectors are themselves plotted, in order to give an idea of their distribution. 
There is a bunching of fifteen vectors at the origin points, and a less marked con¬ 
centration at a few other points, but apart from them the density is much the same 
for points along any line parallel to the axis. The Patterson, in other words, shows 
the 5* 1A repeat but no evidence of a spacing of one-third of this due to the threefold 
screw axis. 



Figure 19 . Lateral vector projections of chain models, (a) chain, projection on to yz. 
(h) chain, projection on to xz, (c) 2^3.chain, projection on to yz. {d) 3 ^ chain, 

projection on to yz; only vector ends are shown, omitting 16 vectors at the origins. 


8. iNTRODITCTIOlSr OE VABIOUS TYPES OF CHAIN INTO THE MYOGLOBIN UNIT CELL 
(in [20T] projection); comparisons BETWEEN OBSERVED AND CALCULATED 
INTENSITIES 

In a recent paper by one of us (Kendrew 1950 ) evidence has been given that the 
polypeptide chains in crystals of horse myoglobin lie parallel to the [ 201 ] direction; 
this arrangement is shown in the vector projection along [ 010 ], reproduced in 
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figure 3 {d) above. Accordingly a projection of the cell contents along [201] should 
show the chains in end-on view; the Patterson diagram ccnresponding to this 
projection was calculated from the observed | P j^’s of the [ 201 ] zone and is repro¬ 
duced below (figure 20 [a])* Consideration of the relative electron densities of main- 
chain’ and ^side-chain’ regions of the molecule showed that the principal features 
of such a projection were most probably due to the main chains; and the vector 
diagram was interpreted in terms of an arrangement of main chains of the kind 
illustrated in figure 21 {a) below. In this figure each pair of circles, joined by a line so 



Figtjbe 20. [a) [20T] Patterson projection of myoglobin. (6) [20T] Patterson projection of 
myoglobin, with terms for which 7i=odd omitted; i.e. Patterson projection of actual 
structure with a glide plane superimposed. 

that the centres of the circles are 4 A apart, might represent the end-on view either 
of one chain thrown into a series of planar folds parallel to 6 , or of a pair of chains 
4 A apart (if not in three dimensions at least in projection). The molecule is believed 
to consist of a co-planar array of such chains (or pairs of chains) whose distance apart 
is equal to half the horizontal dimension of the projection, i.e. 8*47 A (see Kendrew 
1950 , figure 9(a)); in neighbouring layers (or molecules) corresponding chains are 
'staggered’ by an amount twice the parameter in figure 21 (a). The value otp, as 
measured from the Patterson projection, is in the neighbourhood of 0*070 (expressed 
as a fraction of the horizontal dimension of the projection). 

We have attempted to test the validity of this scheme, and to compare the merits 
of various chain structures, by calculating the intensities of X-ray reflexions from 
a model projection made up of end-on projections of each type of chain in turn. These 
chains were placed in the two-dimensional unit cell in the way indicated in figure 
21 (a). The intensities so calculated may be compared with those actually observed, 
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Fiotre 21 . (a) Postulated arrangement of chams in myoglobin, as seen in [ 20 T] projection- 
(h) Arrangement of 2 i 3 .|- or chains in myoglobm [ 20 T] projection with glide plane, 
(c) As for ( 6 ), with centre of symmetry, {d) Arrangement of pairs of 27 h chains, (e) Arrange¬ 
ment of pairs of 3io chams. 


VoL 203. A. 


23 
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either directly or by calculating a Patterson projection from them. We have given 
reasons (in the preceding paragraph) why a model cell so constructed, and using the 
right chain configuration, should give a Patterson projection agreeing quite closely 
with that observed even though no account has been taken of the side chains (after 
the first carbon atom C^), and hence comparisons between projection of trial cells 
using various types of chain should throw some light on the configuration actually 
present in myoglobin. 

Briefly, the method of calculating the intensities of reflexions from the model cells 
was to compute a 'molecular scattering factor’ for the end-on projection of a 'mole¬ 
cule ’ consisting of a single repeat unit of the chain. The ^ molecular scattering factor ’ 
is exactly analogous to the atomic scattering factor of an atom; by combining it with 
an appropriate phase factor determined by the position of each ' molecule ’ in the cell, 
and summing over all the' molecules ’, it is possible to obtain the amplitude and phase 
of any reflexion. The advantage of this procedure is that the parameters of the 
' molecules ’ can be readily adjusted without recalculation of the molecular scattering 
factor; various arrangements of chains can thus be tried out with a minimum of 
computation. 

The 2i3. J {Astbury) and 2 ^^-^ chains 

The end-on projections of the 2^3.and structures have been illustrated 
above (figures 8 and 9 ). Both projections have centres of symmetry, and there are 
two obvious ways in which such chains might be arranged in the cell; the first 
(figure 21 (6)) has a glide plane parallel to the plane of the paper (with translation 
perpendicular to 6) and no centre of symmetry, while the second (figure 21 (c)) has 
a centre of symmetry but no glide plane parallel to the paper. Both, of course, have 
screw dyads parallel to [010] in accordance with the space-group symmetry. How¬ 
ever, in each type of chain the two arrangements give nearly identical values of 
F^caic. because the end-on projection of the chain itself approximates so closely to 
a higher symmetry (two mirror planes at right angles). Thus in effect the structure 
has both a centre of symmetry and a glide plane; hence F{hh) = 0 for odd h.^ 

Now, in the real crystal there is no glide plane perpendicular to [ 201 ], in other 
words F(/2<ib) is not zero for odd h. However, reflexions for which h is odd are relatively 
weak (table 3 ), and it is not unreasonable to assume provisionally that they are due 
to the arrangement of side-chains, the main chains themselves being related by a glide 
plane. However, to make a direct comparison of the real with the hypothetical 
structures we must omit terms with odd h in comparing relative values or in 
computing Patterson projections. Figure 20 (6) shows the Patterson projection of 
the real structure calculated with these terms omitted (it can alternatively be 
regarded as being obtained from figure 20 (a) by reflecting the latter across mirror 
planes parallel to the (102) planes of the original cell at x = |). 

Table 3 shows observed and calculated values of F^ using the 23^3.1 (Astbury) 
chain inserted according to the scheme of figure 21 (6) or (c). The observed values 

* For the remainder of this section we shall use x and y for the directions parallel to the 
sides of the [20T] projection, viz. the directions parallel to dioa and b respectively, h and h will 
be used to correspond, and Z = 0 throughout, e.g. the reflexion 142 is re-indexed as 140. 
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are only relative, so the calculated ones have been adjusted to give the same intensity 
for (020) as that observed. 

These values of P'^caic used to calculate a Patterson projection which is 
shown in figure 22 (a). 





Figube 22 . Model [ 20 T] Patterson projection of myoglobin using (a) 2 ^ 4 .^ chains, ( 6 ) 2 i 3 .J 
chains, (c) pairs of 2<jb chains, (d) pairs of chains. 


33-2 
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It will be noted from table 3 that the model is reasonably successful in reproducing 
the four strongest reflexions in the pattern (020, 200, 210, 410), and a still better 
fit for 200 and 210 can be obtained by altering the parameter p slightly. The calculated 
Patterson projection (figure 22 (a)) resembles the observed projection (calculated 
from even A terms only, figure 20(6)) remarkably closely. Besides the general 
arrangement of the peaks, which is in the main a consequence of the arrangement 
of chains in the ceU rather than of the configuration of the chains themselves, the 
following points are noteworthy: 

(i) the shapes ofthe peaks in they = 0layer correspond closely with those observed 
though they are if anything too short and wide; 

(ii) the four peaks in the layer at y = are clearly resolved and closely resemble 
those in the observed projection. 

Turning now to the 2 ^^. structure, the calculated values of are given in table 4 
and the vector projection is given in figure 22 (6). The agreement between calculated 
and observed intensities is again reasonably close, and the vector projection is almost 
identical with that obtained from the 2 ^^,^ chain. Clearly it is impossible at this 
stage to discriminate between the two configurations. 

The 2^6 chain 

A prominent feature of the c projection of myoglobin is a pair of 4 A vectors 
parallel to b (Kendrew 1950, figure 4 (a)); in the [201] projection too the main peaks 
show signs of containing three maxima 4 A apart in the 6 direction. These observa¬ 
tions appeared on the face of it to fit well with the suggestion of Ambrose & BLanby 
(1949) that the 2^6 structure could fold back on itself about an axis parallel to the 
plane of the rings, study of models showed that the folds of the chain would lie about 
4 A apart. The unit of structure would then consist of two chains 4 A apart running 
through the subcell, which would contain four residues. 

To test the applicability of these ideas to myoglobin, the transform of the end-on 
projection of the 2^6 structure (figure 6) was calculated and used to calculate 
intensities of reflexions with an arrangement of chains in pairs as shown in figure 
21 {d). The calculated intensities are compared with the observed values in table 5; 
it wdll be seen that the agreement is nothing like so good as in the and 2^4.-I 
structures. In particular, the model gives very strong 060 and 080 reflexions which 
are not observed in the real structure. The discrepancies are more obvious if the 
vector projection calculated from these values (figure 22 (c)) is compared with the 
observed projection (figure 20 (6)). The peaks in the y = 0 layer are altogether the 
wrong shape, and in the y = ^ layer the four maxima are no longer resolved owing 
to the breadth of the projection of the chain-pair in the x direction. 

The chain 

The end-on projection of the 3io helix (figure 11) is too large for two such chains 
to be placed 4 A apart. In this instance it is necessary to suppose that in the [20T] 
projection of myoglobin we are really viewing two molecules, one behind the other 
with chains displaced by 4 A relative to one another (see Kendrew 1950, p. 80). 
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Table 3. Calctjlated relative intensities oe [201] zone of reflexions of 

HORSE MYOGLOBIN, USING THE 2i3. J (AsTBURY) CHAIN CONFIGURATION 
(OBSERVED INTENSITIES IN BRACKETS FOR COMPARISON) 


\ /c 

0 

1 

2 

3 

4 

6 

6 

7 

8 

0 

— — 

- (—) 

32 (32) 

- (—) 

- (5) 

- {—) 

4 (2) 

— (-) 

— {--) 

1 

— ( 1 ) 

— {-) 

- m 

- ( 2 ) 

- (—) 

- (—) 

— (-) 

- (-) 

— (-) 

2 

22 (29) 

26 (15) 

7 (-) 

1 (-) 

- (—) 

2 (7) 

1 (~) 

— ( 6 ) 

- (4) 

3 

— (3) 

— (—) 

- (—) 

— {-) 

— (4) 

- (—) 

— (—) 

— {-) 

- (-) 

4 

— (4) 

13 (14) 

- (7) 

1 (4) 

- (-) 

- (4) 

— (—) 

— (-) 

- (-) 

5 

— (4) 

— (-) 

- (4) 

- (-) 

- (4) 

- (-) 

— (-) 

- (-) 

- (—) 


Table 4. Calculated relative intensities of [20T] zone of reflexions of 

HORSE myoglobin, USING THE CHAIN CONFIGURATION (OBSERVED 

INTENSITIES IN BRACKETS FOR COMPARISON) 


\ fc 

0 1 2 

3 

4 

5 


6 

7 

8 

0 

1 

-— (—) 32 (32) 

— (—) 

— (5) 

- (-) 

5 

( 2 ) 

- (-) 

- (-) 

X 

2 

5! 

21 (29) 25 (15) 8 (—) 

1 (-) 

- (-) 

3 (7) 

1 

(-) 

1 ( 6 ) 

~ (4) 

itU 

4 

— (4) 13 (14) - (7) 

— (4) 

- (-) 

3 (4) 

1 

(-) 

1 ( 1 ) 

- (-) 


5 


Table 6. Calculated relative intensities of [20T] zone of reflexions of 


HORSE myoglobin, USING PAIRS OF 2^6 CHAINS (OBSERVED INTENSITIES IN 


BRACKETS FOR COMPARISON) 








\ tc 
h\ 

0 12 

3 

4 

5 


6 

7 

8 

0 

1 

-- (—) 32 (32) — 

(—) 

- (5) 

— {-) 

18 

( 2 ) 

— (-) 

17 (—) 

JL 

2 

o 

10 (29) 12 (15) 4 (—) 2 

(—) 

- {-) 

1 (7) 

3 

(-) 

5 ( 6 ) 

2 (4) 

o 

4 

— (4) — (14) — (7) — 

(4) 

- {—) 

— (4) 

1 

(-) 

— ( 1 ) 

- (-) 


5 


Table 6. Calculated relative rNTENsmss of [20T] zone of reflexions of 

HORSE MYOGLOBIN, USING PAIRS OF Sjo CHAINS (OBSERVED INTENSITIBS IN 
BRACKETS FOR COMPARISON) 


A\ 

0 

1 

2 

3 

4 

6 

6 

7 

8 

0 

1 

— — 

— (—) 

32 (32) 

— (-) 

— ( 6 ) 

- (-) 

2 ( 2 ) 

- (—) 

- (-) 

X 

2 

16 (29) 

16 (15) 

5 (-) 

1 (-) 

- (-) 

— (7) 

— (-) - ( 6 ) 

- (4) 

o 

4 


1 (14) 

- (7) 

— (4) 

- (-) 

— (4) 

— (-) 

- ( 1 ) 

- {—) 


5 
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Assuming an arrangement of this kind, pairs of chains have been inserted into the 
projection in the way indicated in figure 21 (e). The resulting values of are com¬ 
pared in table 6 with those observed, and it will be noticed again that the agreement 
is not so good as in the case of the 2^3.J and 2 ^^.^ configurations. The calculated 
vector projection (figure 22 (d)) fails in the following respects: 

(i) the origin peak is too thick and is insufficiently elongated; there is no sign of 
resolution into three peaks; 

(ii) in the middle layer the four peaks are unresolved. The same difficulties are 
encountered in the Sg and 4]^3 structures. 

9. Discussioisr of besxjlts 

If we base our conclusions only on the projections on a plane at right angles to the 
chain direction, undoubtedly the best agreement with the experimentally deter¬ 
mined projections and intensities of diffraction is given by the 2^3. ^ and 2 ^^. | chains. 
Considering that the side-chains and intermolecular liquid have been left com¬ 
pletely out of account, the resemblance between the projections (figures 22 (a), (6), 
and 20 (b)) is very striking. In contrast to this agreement, in the structures shown in 
figures 22 (c) and (d) the lack of resolution of peaks in the middle layer would appear 
to be a decisive criterion for rejecting these structures for myoglobin. The nearest 
peaks in the middle layer of the observed vector projection are only 4*2 A apart; it can 
be shown by drawing cross-sections of the vector equivalent of the various chains (as 
illustrated in figure 17) that resolution could be expected only for chains about as 
narrow, in the x direction, as the 2^3.| or 2^4.^ configurations. 

The extension of the comparison to the three-dimensional Patterson projection 
of haemoglobin in §7, however, shows how misleading it may be to base conclusions 
on reflexions around a single zone. It will be necessary to get a three-dimensional 
Patterson for myoglobin in order to assess whether these resemblances are 
significant or fortuitous. 

The problem is very complex, and one is forced to rely on a number of items of 
evidence each of which is very slight. The conclusion that the chains are of a folded 
coplanar form resembling the 2;j^3. i or 2;^4. ^ type would be more convincing if there 
were any indication that the form has obvious advantages over others. In X-ray 
analysis in general, when a crystal structure has been successfully analyzed and 
a model of it is built, it presents so neat a solution of the requirements of packing and 
interplay of atomic forces that it carries conviction as to its essential correctness. 
In the present case the models to which we have been led have no obvious advantages 
over their alternatives. Much more evidence must be accumulated before conclusions 
can be safely drawn. There are certain hopeful features, however, at the present 
stage of the investigation. Assuming that criteria of the type adopted in this paper 
are justified, a survey shows that the number of possible forms of chain is very 
restricted. There appears to be a real simplicity of chain structure in myoglobin, 
which will perhaps be shown by other favourably built proteins, and which makes 
it particularly suitable for intensive X-ray investigation. There is hope that the 
study of such proteins may lead to a reliable determination of the chain structure. 
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The decay of axisymmetric turbulence 
By S. Chawdrasekhab, F.R.S., Yerkes Observatory 
{Received 1 April 1950 ) 


In this paper the decay of axisymmetric turbulence is investigated. Explicit solutions, 
appropriate for the final period of decay, are obtamed; these solutions are in agreement with 
Batchelor's general results on the role of the big eddies in homogeneous turbulence. It is 
further shown that, compatible with the equations which have been derived for axisymmetric 
turbulence, a state of turbulence exists which may be pictured as a superposition of two 
non-interactmg fields which are isotropic and axisymmetric, respectively. 


1 . iNTBODIJCTIOlSr 

The recent investigations of Batchelor (1948,1949), Batchelor & Townsend (1948 a, b) 
and Batchelor & Stewart (1950) have contributed greatly to our understanding of 
the processes underljdng the decay of turbulence. In some ways the most remarkable 
result which is estabhshed in these papers is that tendency to isotropy does not exist 
among the large-scale components of homogeneous turbulence, and that the aniso¬ 
tropy resulting from this manifests itself most clearly during the last stages of the 
decay of turbulence. Thus, considering the Fourier transform 

r,,(k) = ^JJJg,,(r)e^>'-^(ir (1) 

of the fundamental correlation tensor Qijir) — Batchelor (1949) has 

shown that as | k | = 0 

where is a numerical fourth-order tensor which is constant during the decay; 
and, further, that during the last stages of the decay when viscosity is the determining 
factor, 

( 3 ) 

The corresponding behaviour of the correlation tensor is 

Putting r = 0 in this last equation, we obtain the following expressions for the mean 
squares of the three velocity components: 

^22;wm ^33;mm ^o)]^ 

These predictions of the theory have been confirmed by the experiments of Batchelor 
& Townsend (19486) and Batchelor & Stewart (1950). While these investigations 
have clarified in a general way the role of the big eddies in determining the decay 

* Here and elsewhere, summation over repeated indices is to be understood. 
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of turbulence in the final period, the question arises whether something more cannot 
be said about the manner in which the pattern of anisotropy (4) finally emerges. 
Since isotropy has been established not to prevail, it would be simplest to suppose 
that under the conditions of the experiments turbulence is axisymmetric (Batchelor 
1946; Chandrasekhar 1950, referred to hereafter as I). And if the assumption of 
axisymmetry is made then, as we shall show, the equations of axisymmetric 
turbulence as developed in I enable us to trace in a defimte manner how the final 
pattern of the turbulence emerges. This paper is principally devoted to this problem. 
However, the last section of the paper deals with a somewhat more general aspect of 
axisymmetric turbulence. 


2. ThK solution ffOR THE SCALARS DEFINING WHEN THE INERTIAL 
TERMS IN THE EQUATIONS OF MOTION ARE NEGLECTED 


In axisymmetric turbulence the fundamental correlation tensor can be 

expressed in terms of two scalars and in the form (I, equations (48) to (50)) 

Qij — + + (®) 

where the various symbols have the same meanings as in I. 

The equations governing Q-^ and are (I, equations (118) to (120)) 



2i/AQi + ,Si 


and 


(7) 

where 

02 4 0 1 — 02 4/^0 

0^2 ^2 0^2 djbc 

(8) 


and S-i and 8 ^ are two further scalars derived from the pressure and the inertial terms 
in the equations of motion (for their definitions see I, § 10). 

Now it is known (cf. Batchelor 1949; Batchelor & Townsend 19486) that during 
the last stages of the decay of turbulence when viscosity is the controlling force we 
may neglect the inertial term in the equations of motion. Accordingly, under these 
same conditions we may neglect the terms 8 ^^ and 8 ^ in equations (7); the equations 
for and then become 

^ (9) 


and 


dt 


= 2vAQ2‘H 


4:V 


( 10 ) 


2*1. The solution for Qx{r,ii; t) 

Equation (9) is of the same form as the equation of heat conduction in an axially 
symmetric five-dimensional space. And we require to solve this equation with the 
boundary condition that at « == 0 (say) is some given function of r and fi; the 
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required solution can, therefore, be ■written down by the method of sources (cf., for 
example, Paterson 1941). 

The solution of the equation of heat conduction in a five-dimensional space 
(ccj, STg, x^, x^), which corresponds to a unit source at r = r' at < = 0 is 

(11) 

{ 8 nvt)i 

The solution of equation ( 9 ) satisfying the boundary condition 

Qi = Qii'r,/i] 0 ) at i = 0 . 


( 12 ) 


is, therefore. 


t) = JJ OW^dx^dx^dx^dx'^, 


( 13 ) 


where the integration is to be carried out over the entire five-dimensional space. 
Introducing polar co-ordinates 

x-^ — r cos d, — sin d cos r sin d sin cos ^52? 

0^4 = f sin 6 sin sin ^2 cos ^3, — r sin 6 sin 5^3^, sin sin ^3, ( 14 ) 

and assuming that in ( 13 ) r lies in the {x-^, cu2)-plane, we have 


1 /*oo (*7r riT (*n (*2n 

(87ri^i)^Jo JoJoJoJo 


X Qi(r',/i'; 0 )r'^sm®( 9 'sin 2 $ 5 isin 552 cZr'd 6 ^'(i^id$ 52 d 953 . ( 15 ) 

In ( 15 ) we have written jjl = cos 6 and 

cos 0 = cos 0 cos 6 ' + sin 0 sin 0 ' cos (l>{. (] 0) 

The integrations over ^2 ^3 in ( 15 ) are readily performed and w© are loft with 

Arr Too f*7r rn 

Q^{r,pL; t) = J 0)r'^sm^O'sm^(p[dr'd0^d<i)i. 

( 17 ) 

Now ]30 expanded in terms of the Gegenbauer polynomials 

< 7 |^(cos 0 ) (cf. Watson 1944, pp. 50 and 369 ) and the Bessel functions I 4 cvt) of 

half-odd integral orders for the purely imaginary argument; thus 


’■'c°^®/4^‘ = 2Sr(|) i (m + f )Ci(cos©)■ 


m=0 


( 18 ) 


( 19 ) 


Also, we have the relation (Watson 1944, p. 369 ) 

01,(0080)sin^ ^{d^{ = GU^i) OUf^'). 

Using these relations, we can reduce ( 17 ) to the form 

” 2^[r(f)r(m + f) , 

(8^,^)* Jo>rr2T(m+ l) 
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Without lorn of any essential generality, we may suppose that Qi(r,y; 0 ) can be 
expanded as a series in the Gegenbauer polynomials C|-i(cos©). And since is 
required to be an even function of y (cf. I, §6) the expansion will involve only the 
even-order polynomials Olniy)- Thus, let 


Qi{r,y; 0)- 


n=0 


( 21 ) 


Inserting this expansion in ( 20 ) and using the orthogonality property (cf. Sommerfeld 
1949, p. 232 ) 

r+i . 

-/t2)d/t = 4 




2V+-|)[r(|)]2’ 


of the Gegenbauer polynomials, we obtain 

Q—r^jSvt 00 




32 {w)>.e, j, 

This is the required solution for Q^. 

For r = 0 equation ( 23 ) becomes (cf, equation ( 26 ) below) 

1 




( 22 ) 


( 23 ) 


( 24 ) 


2-2. The solution for t) 

In terms of the solution ( 23 ) for we can complete the solution of equation (10) 
for ^2? by the method of sources. Thus 


t) 


CO 

;3iw.?5 








(rr'jii’tY 


dr' 




9 ^V 


r", //, t' 


P/sK^-r) dx[dx'^dx'^dx'^dxQ, 
( 25 ) 


where is the coefficient of G|^(/e) in the expansion ofQ^{r,jM\ 0) in the even-order 
Gegenbauer polynomials. 


3. The asymptotic form of the solution foe t oo 

Since (^_^o), ( 26 ) 

it is evident that the successive terms of the series ( 23 ) decrease in the ratio Ijt^ as 
t-^QO, Hence as ^"->cxD, 


or 


/*C 

^)"^48(27r)i(vO*Jo 




Ai 


( 27 ) 

( 28 ) 



if 

is assumed to exist. 


( 29 ) 
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According to ( 27 ), becomes independent of ji as t-^co. The corresponding 
behaviour of t) is, therefore, 

A Q-r^tSvt 


Ag = — J qf* (r) r^dr 


is assumed to exist. 

The mean squares of the velocities parallel and perpendicular to the direction of 
the mean flow are given by (I, equation ( 108 )) 

uf\ = - t) and = - ( 2 ^i + ( 32 ) 

Hence, in the final period 

" 24 :{ 2 TTf-{vtf “ 48 ( 27 r)i(j^i)*’ 


Though Q-^ and become independent of as ^ oo, the pattern of the turbulence 
which prevails is a non-trivial case of axisymmetric turbulence; for, according to 
I, equations ( 50 ), when Qj^ and are functions of r and t only, the coefficients of the 
correlation tensor 

Qij = + + + + ( 34 ) 


have the values 




(4+2)a-[ 


@2, 




D = -fi- 


Further, in this case the four scales of turbulence defined as in I, equations (112) and 
( 117 ), become 


■^^ = 9 'i+9 '2> Ljb = q^+ 1 ^ = 0 and Lx) = -/iqz, 


where 




9^1 = - (“f «i)“* Qi{r> t) dr 


?2 = -K«i)-d”e2(r,<)^in 

J 0 

For and given by equations ( 28 ) and ( 30 ) 
gi - / ^1 32 


^{TTVt) V2A1 + A2 ^(TTVt) V{^i( 2 Ai + A 2 )}‘ ^ > 

It can be verified that the foregoing asymptotic forms of the solutions for i->oo 
recover, in the framework of axis3niunetric turbulence, Batchelor’s result as expressed 
in equation ( 4 ), 
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4. A SPIilCIAL CASE OF AXTSYMMETEIC TURBTJLBlSrCB 


From the equations (7) governing and it is apparent that if Qj_ is independent 
of y then the solution for is unaffected by And since according to the dis¬ 
cussion of the preceding sections, does become independent of y during the last 
stages of the decay, it is not unlilrely that the special case 


Qi — Qi(^> t) 


(39) 


has some significance. In this case the scalar must also be independent of y and 
the equations (7) become 


^Qi 

dt 


/ 9^ 4 9 \ 


(40) 


and 


3<32 

dt 


2 vt^Q^ + 8 ^[r,y, t). 


(41) 


A particularly simple example of the case (39) occurs when (cf. I, equations ( 95 ), 
(138), (139) and (148)) 

= 2^2 = 2; = 0, 2^4= T^{r, t) (42) 

and T^ + (i) and 2^5 are independent of r and y, for, in this ease the scalars 81 and 8 ^ have 
the values 

= 2 ^j'^-t- 5 ^ 2'4 and /Sg = ^- (43) 

The corresponding form of the triple correlation tensor is 

Tmu = (4+3) 


and 


Returning to equations (40) and (41), we now have 

2v(|:5 + i|)Q4-^2(r| + 5 )r 4 

902 


dt 


= 2vAQ2. 


(44) 


(45) 

(46) 


Equation (46) for <32 solved exphcitly; we have (cf. equation (25)) 


Q 2 {r,y, t) = 


Q-r^l8vt 

Z2{vt)i 


00 Too 

7^^=;0 J 0 


hn+ii'rr'l^vt) , , 
{rr'l4:vt)^ 


(47) 


Thus, in this case the scalar characteristic of the axisymmetric nature of the 
turbulence, evolves independently of while itself satisfies an equation identical 
in form with the Karman-Howarth equation in the theory of isotropic turbulence 
and admits the Loitsiansky invariant 


/: 


Qx{r, t) r*dr =>= constant. 


(48) 
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We may therefore picture the turbulence as a superposition oi two non-interacting 
fields which are isotropic and axisymmetric, respectively. It would be of interest to 
know whether this example of axisymmetric turbulence is merely a mathematical 
curiosity or has a deeper physical meaning. 
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Polarizability and internuclear distance in the hydrogen 
molecule and molecule-ion 

By R. P. Bell, F.R.S. and D. A. Long 

Physical Chemistry Laboratory^ University of Oxford 

{Received 1 April 1950) 

The polarizability of the hydrogen molecnle-ion has boon calculated for a range of inter- 
nuclear distances, using various types of wave-functions. It is concluded that tho values 
obtained for the polarizability are relatively insensitive to the choice of wavo-funotion Sumlar 
calculations have been made for the hydrogen molecule, using an LCAO wave-function. Tho 
value obtamed for the polarizability at the equilibrium internuclear distance is in fair 
agreement with experiment and with the results of earlier calculations The predicted variation 
of polarizability with mternuclear distance agrees approximately with that deduced previously 
from the refractivities of hydrogen and deuterium, but is greater than that derived from the 
observed mtensities of Rayleigh and Raman scattermg. 


Intbobtjction 

The most direct means of determining the variation of polarizability with inter¬ 
nuclear distance is by observing the intensities of Raman lines relative to the intensity 
of the Rayleigh scattermg. In a diatomic molecule there is only one internuclear 
distance p, and the three components of the polarizability are and (the 

2 :-axis corresponding to the axis of the molecule) with invariants cc = 
and 7 = Writing a' = docldp,y' = 37/3p, the intensities are given by Placzek’s 

theory as l(Raman) ^ +H/') ... 

J(Rayleigh) ’ 
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where r is the frequency of the incident light, that of the Raman line, and ji the 
reduced mass of the molecule, y and y' are obtainable from the degree of depolariza¬ 
tion of the Rayleigl) and Raman scattering respectively, so that a' can be calculated 
from the observed Raman-Rayleigh intensity ratio.f 

The only measurements of this ratio for hydrogen are those of Bhagavantam 
(1931 j 193 ^) whose latest value is 4-2 x 10-^. Taking y/a = 0*30, Yja' = 1-22 this 
leads to a' = 0*67 x 10^^® cm.^. However, not much reliance can be placed upon this 
value, for two reasons. In the first place, equation (1) applies only when the directions 
of illumination and observation are mutually perpendicular, which was not so in 
Bhagavantam’s measurements. In the second place, large errors are involved in the 
evaluation by photographic means of an intensity ratio of the order 1:10^, especially 
when the two lines involved have different wave-lengths. The observed ratio may 
therefore be considerably in error; in particular, it is likely to be too low, because the 
apparent intensity of the Rayleigh scattering may be increased by spurious scattering 
from dust or parts of the apparatus. 

Bell (1942) has proposed an entirely different method for obtaining a' from the 
effect of isotopic substitution on the observed polarizabihties of molecules containing 
hydrogen. On account of anharmonicity, the average internuclear distance p will 
not be quite the same in hydrogen and deuterium compounds, and their polariz¬ 
abilities should therefore also differ slightly, as is found to be the case experimentally. 
If a' can be assumed independent of p over the small range of distances involved, 
then od = {ocj^ — oc-q)I{Pji-Pj)), where ocj^ and are extrapolated to infinite wave¬ 
length to eliminate dispersion effects, and pjj and can be evaluated from the 
spectroscopic anharmonicity constants. For the hydrogen molecule the observed 
refraotivities of and Dg lead to a' = 1*68 x 10"“^^ cm.^ which is much higher than 
the value derived from Raman intensities. This method also shows that oc' is positive, 
while equation (1) yields only its numerical value. 

In view of the discrepancy between the two values of oc' derived from experimental 
data we have investigated its calculation from first principles. Although a number of 
theoretical polarizability calculations have been carried out for the hydrogen 
molecule, the only one which treats the effect of internuclear distance is that of 
Hirschfelder ( 1935)4 Using modifications of the Heitler-London electron-pair wave- 
function he obtained values in the range a' = 0*89 — 1*00 x 10~^®cm.^ according to 
the parameters used. This result is nearer to the values from Raman intensities than 
to that from the isotope effect, but Hirschfelder’s results for the equilibrium inter¬ 
nuclear distance give a value for y which is considerably too low (though the value 
of oc is approximately correct). It was therefore decided to carry out further theoretical 
calculations with the molecular orbital (LCAO) type of function, which is in many 
respects more successful than the electron-pair treatment (Coulson 1937 ). Calcula¬ 
tions were also made for the hydrogen molecule-ion H^, since this provides a simpler 
model for testing different types of function and a wide range of internuclear distances. 

t Neither y nor 7' is known with any accuracy, but this causes no great uncertainty in 
the value for cc\ 

X Mrowka (1933) has also reported results for varying internuclear distances, but, as will 
be shown later, his calculations are in error. 
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PumCIPLES OF POLARIZABILITY CALCULATIONS 

The available methods for calculating the polarizability can be classified as 
perturbation and variational. One form of the perturbation treatment involves 
expanding the perturbed wave-function in terms of the wave-functions of excited 
states of the unperturbed molecule (Mrowka 1933 ; Mulhken & Rieke 1941 ); this is 
a useful procedure when dispersion effects are being treated, but is a cumbrous 
method for stationary fields. In any case, there is some doubt about the accuracy 
of perturbation methods in general, since the second-order perturbation treatment 
sometimes gives results which are more in error than those of the first-order 
treatment, and we have therefore used the more powerful and flexible variation 
method. 

Consider the hydrogen molecule, in which the nuclei are labelled a and b and the 
electrons 1 and 2. If Tq represents an approximate wave-function for the molecule 
in the absence of an electric field (which may itself be obtained by a variational 
treatment), the corresponding energy is given by 

-, ( 2 ) 

J 

where jy = _Vf-VI-2 (— +—+ —+—)+-+-, (3) 

Vai ^61 p 

and (as in all later equations) energies and distances are measured in atomic units 
(a.u.) of e^/ 2 ao and respectively. If an electric field F is applied along the a’-axis, 
the new Hamhtoman is E'= H^-2F(x^+x^). ( 4 ) 

As variation functions for use with this Hamiltonian we may try either 

T' = To{1+Z(^, + ^2)} (5) 

or W" = To{l+X'(iri + rr2)H-Z>,r, + x,r,)}, (6) 

where X, X' and X'" are parameters involving the field strength, and and 
represent the distances of the electrons from the centre of the molecule. Function 
( 6 ), with two parameters, should be the more accurate, as it allows for the fact that 
the electrons become more polarizable at large distances. However, it is much more 
cumbrous to use, and we shall use only the one-parameter function ( 5 ) in this paper. 
This gives for the energy F' in presence of a field 



E' =’■ 


L-mFX + NX^ 


|T''F'*(Zr 

P + MX-^ 

where 



>■ 


Z — J't* q (^3^ 4" iTg) Hq {x^ cCj 

mdr, P = |ToTo*dT, 
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some of the terms vanishing by symmetry. For low field strengths this can be 
expanded in powers of F and X, giving 


E' = E,-‘^^FX + 



( 8 ) 


neglecting powers higher than the second. Minimization of E with respect to the 
parameter X gives 


2 MP 


NP-ML^’ X'-Xo- 


4if2 


INP-ML) 


F^ 


(9) 


and hence for the polarizability 

°'^~NP-ML' 


( 10 ) 


since the extra energy due to the field is —ct^F^.'f Expressions exactly analogous to 
equations ( 4 ) to (10) will of course hold for polarization in the z-direction. The 
corresponding equations for the hydrogen molecule-ion are obtained by omitting 
throughout terms referring to the second electron. 


The hydrogen molecxjle-ion 

The only previous polarizability calculation for this molecule is that of Hirsch- 
felder (i 93 S)> who used a form of wave-function due to GuiUemin & Zener (1929), 

T'o = » e “^"''4 4 - ( 11 ) 

where Z' and Z" are adj ustable parameters. Using a one-parameter variation function 
( 5 ) he calculated and for p = 0 - 10 , 1 - 00 , 2 - 00 , 3-00 and 4 - 00 , which are too 

widely spaced to give a reliable estimate of a' at the equilibrium distance p = 2-00. 

His values are compared with our own in table 2. 

Equation (II) contains two parameters, and a two-parameter equation giving 
a much more accurate energy value has been given by James (1935), i.e. 

Yfl = e-*/‘(l4-cv2), (12) 

where p, and v are the confocal elliptic co-ordinates of the electron, and 8 and c para¬ 
meters. We have therefore used this function in our polarizability calculations. 
James (1935) reports an energy value for the equilibrium distance only, and we have 
first extended his energy calculations over a large range of distances. The results are 
given in table 1, which shows the values of the parameters J and c and also the 
separate potential and kinetic energies, since it has been shown (Bell & Coulson 1945) 
that these constitute a more sensitive test of a wave-function than does the total 
energy. The wave equation for the hydrogen molecule-ion can also be solved exactly 
(Hylleraas 1931; Jaflfe 1934), and the exact values of the total energy are given for 
comparison. 

t The usual expression would give the energy in units of while we are using 

units of 6 ^ 12 %. The resulting expression for the polarizabihty is of course in units of aj. 
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Table 1 shows that up to p = 3‘00 a.u. the total energies calculated from the James 
function agree excellently with the exact values. The potential and kinetic energies 
at the equilibrium distance p = 2-00 a.u. are in close agreement with the virial 
theorem T == -\y = -E, and the values of T and F at other distances agree well 
with the curves derived by Bell & Coulson ( 1945 ). On the other hand, it is evident 
that the James function will fail for large values of p, and it is probably beginning to 
break down at p = 5-00 and 7-00 a.u. This is shown by the rapid rise in the parameter 
c, and by the fact that at p = 7-00 a.u. E is greater than the true limiting value 
- 1 - 0000 , similarly, T and F do not appear to be tending to the correct limiting 
values of +1-0000 and - 2-0000 respectively. However, it is clear that the function 
gives an accurate description of the molecule for values of up to at least 3 a.u. 

Table 1. Energy of the hydrogen molecxjlb-ion (James function) 


(Distance m units energies in units e^/ 2 ao) 

E 


p 


c 

T 

V 

t - 

James 

Hylleraas 

Jaffo 

0-50 

0-448 

0-0368 

+ 2-8210 

-2-2906 

+ 0-5304 

+ 0-5302 

+ 0-5300 

1-00 

0-797 

0-129 

+ 1-9446 

-2-8476 

-0-9030 

-0-9046 

-0 9035 

1-25 

0-949 

0-192 

+ 1-6752 

-2 7584 

-1-0830 

-1-0826 

— 

1-50 

1-104 

0-265 

+ 1-4998 

-2-6638 

-1-1640 

-1*1644 

— 

1-75 

1-226 

0-351 

+ 1-3210 

-2-5182 

-1-1972 

-1-1980 

— 

2-00 

1-354 

0-448 

+1-2032 

-2-4074 

-1-2042 

-1-2053 

- 1-2053 

2-25 

1-477 

0-559 

+ 1-1120 

-2-3114 

-1-1994 

-1-1998 

— 

2-50 

1-596 

0-686 

+ 1-0414 

-2-2288 

-1-1874 

-1-1878 

— 

2-75 

1-713 

0*829 

+ 0-9866 

-2-1580 

- 1-1714 

-1-1716 

— 

3-00 

1-827 

0-993 

+ 0-9442 

-2-0982 

-1-1544 

-1-1551 

-1-1544 

5-00 

2-705 

3-486 

+ 0-8289 

-1-8674 

-1-0385 

— 

— 

7-00 

3-570 

22-69 

+ 0-8368 

-1-8090 

-0-9724 

— 

— 

00 

— 

— 

( + 1*0000) 

(-2-0000) 

(-1-0000) 

-1-0000 

-1-0000 


The polarizability calculations were made with the one-parameter variation 
function ( 5 ), equations ( 7 ) to (10) being employed. All the integrals involved can be 
evaluated by standard methods, and only the results wiU be i)resented here. Table 2 
gives the values obtained for and a together with those of Hirschfelder 

(1935) for comparison. There is good agreement between our polarizability values 
and those of Hirschfelder, although the wave-function used by the latter author 
gives much less accurate values of the energy. This suggests that an even simpler 
function may give satisfactory values for the polarizability, and calculations were 
therefore also made with a LCAO function involving only one parameter. 

This function, first used by Finkelstein & Horowitz (1928), can be written 

To = e-^^«-i-e“^^ ( 13 ) 

where c is an adjustable parameter, the best value of which for a given internuclear 
distance is found by the usual variation treatment. For present purposes it is more 
conveniently transformed to elliptic co-ordinates, giving 

To = (14) 

where ^ is a new parameter defined by ^ = c/>. The values of p corresponding to round 
values of t have been given by Coulson ( 1937 ), and these are used in table 3 . The 
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TaBI.B 2. Poi.ARlZABlMTy OF THE HYBROGEN MOLBCHLE-IOlir 


(UnitR of cm.^) 



James function 


H irsclifelcler 

p (a.u.) 


a. 

CL 


a. 

a 

0 10 


— 

— 

0 04 

0*04 

0*04 

0-50 

0 - 0 G 2 

0*070 

0*065 

— 


— 

LOO 

0-110 

0*165 

0*128 

0*31 

0*17 

0 13 

L25 

0*140 

0*247 

0*176 

— 

— 

— 

L50 

0*160 

0*356 

0*232 

— 

— 

— 

L75 

0 2!1 

0*540 

0*321 

— 

— 

— 

2 00 

0*250 

0 749 

0*417 

0*25 

0*72 

0*40 

2-25 

0 202 

1 050 

0*540 

— 

— 

— 

2 50 

0*334 

1 445 

0*704 

— 

— 

— 

2*75 

0*375 

1 897 

0*882 

— 

— 

— 

3-00 

0*410 

2*688 

M73 

0*41 

2 67 

1*16 

4-00 


— 

— 

0*54 

7*95 

3*0 

5-00 

0*609 

— 

— 

— 

— 

— 

7-00 

0 481 

— 

— 

— 

— 

— 


polarizabilities were calculated as before using a one-parameter variation function. 
The values given for and a at /> = 0 and for at p = oo are obtained by the 
corresponding variational treatment of He+ and He (Hasse 1930 , 1931 )- 

Table 3. Polarizabilities of the hybrogeit molecule-ion— 

LCAO FUNCTION 


(Units of cm.^) 


^ (a.u.) 

p (a.u.) 

a«, 


oc 

0 

0 

0*0371 

0 0371 

0 0371 

0*5 

0*2623 

0*0456 

0*0483 

0-0465 

LO 

0*5745 

0*0702 

0*0850 

0*0751 

L5 

0*9666 

0*112 

0*160 

0*128 

2*0 

1*4556 

0*186 

0*413 

0*262 

2*5 

2*0293 

0*291 

0*975 

0*519 

3*0 

2*6448 

0*406 

2*092 

0*968 

4*0 

3*8600 

0*577 

7*299 

2*818 

5*0 

4*9898 

0*696 

19*11 

6*835 

7*0 

7*0000 

0*621 

— 

— 

10*0 

10*0000 

0*594 

— 

— 

00 

00 

0*593 

00 

— 


Figures 1 and 2 show the variation of and with p for the two types of wave- 
function. The data for the equilibrium separation p = 2-00 are given in table 4. 

Table 4. Polarizability data for —equilibrium 

INTERNUCLEAR DISTANCE 




a* 

10-24 cin.3 

a 


< 

10 “'^® cm .2 

a' 

James function 

0*25 

0*75 

0*42 

0*31 

1*90 

0*83 

LCAO function 

0*29 

0*94 

0*51 

0*34 

2*02 

0*91 

Guillemin-Zener function 

0*25 

0*72 

0*40 

— 

— 

— 


24-2 
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Figure 1 . Curve 1, LCAO function; curve 2, James function. 



Figure 2 . Curve 1, LCAO function; curve 2, James function. 

Discussion of results for the hydrogen molecule-ion 

The main result of the above calculations is that the values of a and a! are not 
very sensitive to the choice of wave-function for the unperturbed molecule, the 
LCAO function with one parameter giving results which are close to those derived 
from the accurate James function with two parameters. This suggests that the LCAO 
treatment may give reliable results with other systems, including the hydrogen 
molecule. 

The numerical values of cc and a' cannot be compared with experiment, though 
they are of the same order as those observed for the hydrogen molecule. However, 
the shapes of the curves in figures 1 and 2 are of some interest. The variation of 
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a, with p (tigiire !) follows tho general course predicted by Bell (1942) for Hg, except 
in the region p = 4 to 7 a.u., where it rises slightly above the limiting value for 
a hydrogen atom. It is not certain whether this is a real effect, or whether it is due 
to the inade(|uacy of the LCAO treatment. The curve derived from the James 
function shows signs of the same behaviour, but we have already seen that this 
function becomes inaccurate for the unperturbed molecule at large internudear 
distances. 

On the other hand, in both treatments the axial polarizability tends to infinity 
as p increases, though it might be expected to approach the value for a hydrogen 
atom. However, this result is not surprising when considered more closely. Any 
acceptable wave-function for represents (in the absence of an external field) an 
electron distribution which is symmetrical about the centre of the molecule, and this 
remains true for any value of p. When p becomes great the electron is almost certain 
to be found in the neighbourhood of one nucleus or the other, both regions having 
equal probabilities. When an electric field is applied along the axis of the molecule 
these probabilities are no longer equal, and the energy difference between the two 
states H+.. .H and H.. in the field will increase without limit as the internudear 
distance increases, corresponding to the infinite limiting value found for However, 
this result only has a meaning for observations in a stationary field, and as p increases 
the time necessary for a significant observation will also increase without limit. Bor 
large values of p it will be possible initially to locate the electron in the neighbourhood 
of one or other of the nuclei, and an average distribution symmetrical with respect 
to the two nuclei will be observed only if the time of observation is much greater 
than hjLE, where AJS/ is the value of the exchange integral between the two states. 
For A/AjE? ^ seconds for p = 5 a.u., so that if measurements were made with 
light of ordinary frequencies, dispersion effects would set in at about this inter¬ 
nudear distance, and the observed polarizability would fall rapidly to that of the 
hydrogen atom for greater values of p. 


The hydrogen molecule 

Table 5 contains a summary of previous theoretical treatments of the polarizability 
of the hydrogen molecule, mostly at the equilibrium distance only. Unless otherwise 
stated, the energy in the field was calculated by a variational method with one 
parameter. Of the wave-functions listed in table 5 , {a) is the simple Heitler-London 
function composed of Is atomic functions. Analogous functions are used for the 
excited states occurring in the treatments of Mrowka and Mulliken. (6) resembles 
(a), but with an adjustable screening constant in the exponents of the atomic 
functions as suggested by Wang (1928). The difference between the results obtained 
by Hirschfelder and by Steensholt with this function is due to their choice of shghtly 
different screening constants, (c) is the modification of the Wang function suggested 
by Rosen (1931), in which the Is functions are replaced by a linear combination of 
Is and 2 p^ functions, thus introducing a second adjustable constant, {d), (e) and (/) 
are the molecular orbital functions in elliptic co-ordinates proposed by Coulson 
(1938), involving respectively 2 , 3 and 5 adjustable constants. 
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The values given by Mrowka are anomalous in that they make ocj, > cc^. A later note 
by Mrowka (1938) indicated a correction making but no new values were 

given, and Mrowka’s work has been criticized by Easthope (193^) ^7 Mulliken 

& Rieke (1941), whose calculations by the same method give oc^<oc^ in agreement 
with the variation treatments and with experiment. Omitting Mrowka’s values, all 
the remaining calculations give a polarizability oc in reasonable agreement with the 
experimental value of 0*79 x 10”^^cm.^; this shows again that the polarizability is 
not very sensitive to the wave-function chosen for the unperturbed molecule. 
Purther, the results obtained by Hirschfelder show that little is gained by including 
a second parameter to represent the effect of the electric field, as in equation (6). 


Table 5. Polabizabilitv of the hydbogek molecule 
{oc in oc' in 


wave- 

author function 


a. 

cc 

y 

< 

a' 

cc' 

Hirschfelder ( 1935 ) 

(C) 

0*67 

0*71 

0-69 

0-04 

0*80 

1*08 

0*89 

Hirschfelder ( 1935 ) 

( 6 ) 

0-66 

0-71 

0-68 

0-05 

0*89 

1*02 

0*93 

Hirschfelder ( 1935 ) (2 parameters) 

(c) 

0-74 

0*75 

0*74 

0-01 

0*95 

MO 

1*00 

Harsclifelder { 1935 ) (2 parameters) 

(b) 

0*73 

0*75 

0-74 

0*02 

0-98 

1*02 

0*99 

Steensholt ( 1935 ) 

( 6 ) 

0*52 

0-77 

0-60 

0-25 

— 

— 

— 

Steensholt ( 1947 ) 

(d) 

0-66 

0*68 

0*67 

0-02 

— 

— 

— 

Steensholt ( 1947 ) 

(e) 

0*64 

0*71 

0-66 

0 07 

— 

— 

— 

Steensholt ( 1947 ) 

(/) 

0*62 

0*71 

0-65 

0-09 

— 

— 

— 

Easthope ( 1936 ) (pertmbation) 

(a) 

0*69 

0 72 

0*62 

0 13 

— 

— 


Mrowka ( 1933 ) (excited states) 

(«) 

0 85 

0*61 

0 77 

-0*24 

-0*24 

4-0*42 

0*20 

Mulliken & Rieke ( 1941 ) (excited 
states) 

(«) 

0*70 

0*92 

0*77 

0-22 

_ 

_ 

_ 


It is more difficult to compare the calculated values of the anisotropy y with 
experiment, since there is httle agreement between the observed values of diffei'cnt 
authors for the degree of depolarization of the Rayleigh scattering; the measurements 
of Cabannes (1928), Parthasarathy (1932) and Volkmann (1935) correspond 
respectively to lO^^y = 0 - 36 , 0*35 and 0*20. The low values of y given by most of the 
theoretical treatments are probably incorrect, but the errors involved in and 
are small. 

We have calculated the polarizability of the hydrogen molecule using for the 
umperturbed molecule the LCAO function 

^0 - + + ( 15 ) 

where = etc., ( 16 ) 

c being an adjustable parameter depending on p. It is again convenient to introduce 
a parameter defined by ^ = cp, and we have calculated polarizabilities for p = 1*0, 
1*5 and 2*0 a.u. When ( 15 ) is inserted in ( 3 ), ( 7 ) and (10) the resulting expression for 
the polarizability contains a large number of different integrals. All those not 
involving be evaluated in a straightforward though tedious manner by 

transforming to elliptic co-ordinates, when they reduce to functions of I^{t) and 
= ^515 ^ ^)> where 

4 (*) = 


( 17 ) 
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Some of the appropriate numerical values of Z^{t) have been tabulated by Rosen 
(1931). The integrals involving offer greater difficulty, and only about one- 
quarter of them have been ])rcviously evaluated (Rosen 1931; Kemble & Zener 1929, 
Hirschfelder & Linnett 1950)* The evaluation of the remainder will be described 
in a separate publication. 

The results finally obtained for the polarizability are given in table 6. The values 
of p corresponding to round values of t were kindly supplied by Professor C. A. 
Coulson. The limiting values for p = 0 and p = 00 are from one-parameter variation 
treatments of the systems He and 2H (Hasse 1930,1931) 


Table G. Polarizabilities oe the hydeogeh molecule— 
LCAO EUHCTION 


(Units of 10“24 cm.'^) 


t (a.u.) 

p(a.u.) 

< 


a 

0 

0 

0*150 

0*150 

0*150 

1-000 

0*680 

0*189 

0*273 

0*217 

1*500 

1*217 

0 555 

0*672 

0*594 

l*644t 

1*375 

0 *66t 

0*83t 

0*72t 

2*000 

1 *8] 1 

0*953 

1*28 

1*06 

00 

00 

1*19 

00 

— 


Atp = L375, a;=l*86, a'= 1*49 ( x cm.^). 


t Equilibrium distance. 


X Interpolated values. 


Discussion of results for the hydrogen molecule 

Comparison of tables 5 and 6 shows that the LCAO treatment predicts an equi- 
libri um moan polarizability which is closer to the experimental value 0 * 79 x 10 “^^cm.® 
than that j)rodictod by any of the other wave-functions, when the effect of the field 
is represented by one parameter. This is true even for functions like (c), (d), {e) and 
(/) which involve 2 to 5 adjustable constants, compared with one only in equation 
( 15 ). Moreover, the use of two field parameters with the Rosen and Wang functions 
produced a result which is little better than the LCAO result with one field parameter. 
In addition to this the LCAO value 7 = 0 T 7 x 10“-®^cm.^ is nearer the uncertain 
experimental result y = 0*2 — 0*4 x 10 ”®^ cm.® than most of the values in table 5 , so 
that the LCAO treatment appears to give a good picture of the polarizability of the 
hydrogen molecule in its equilibrium state. 

The LCAO treatment predicts a derived polarizability a' = 1*49 x 10“^® cm.®, which 
is considerably nearer to the value 1*68 x 10~^® deduced from the isotope effect than 
to the much lower value 0*67 x lO”^® from Raman intensities. Moreover, table 6 shows 
that a' varies little with p over a small range in the neighbourhood of the equilibrium 
position, thus confirming the assumption on which the treatment of the isotope 
effect is based. 

It should be noted that at p = 2*0 a.u. the calculated value of oc^ is already some¬ 
what greater than the expected Limiting value for separation into two hydrogen 
atoms, and it is evident that the calculated value would increase without limit with 
increasing internuclear distance. This behaviour is reminiscent of that found for the 
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hydrogen moleciile-ion, but is here dne to the inadequacy of the LCAO treatment 
for large values of /). The function ( 15 ) gives equal weight to the covalent state H + H 
and to the two ionic states H"*" + H and H + and it is well known that this gives 
rise to error for large internuclear separations. In the absence of an electric field the 
two ionic states are equall}^ probable, but if an external field is applied along the 
^-axis one will be more probable than the other, and the molecule will acquire an 
induced dipole moment which increases without limit as p increases. This difficulty 
does not arise for (applied field perpendicular to the molecular axis), nor should 
it occur with a wave-function which automatically allows for the decrease in the 
importance of the ionic states as p increases. It is possible that this spurious inci*ease 
in 0L„ may cause the value of ol' given by the LCAO treatment to be a little too high. 
It is doubtful, however, whether the error is serious near the equilibrium internuclear 
distance, since the value predicted for a is below the experimental value, and 
Coulson (1937) has shown that the vibration frequency of the hydrogen molecule is 
predicted accurately by the LCAO treatment. 

Our best thanks are due to Professor C. A. Coulson, Mr J. W. Linnett and Mr J. S. 
de Wet for advice and assistance in the above calculations, and to the Department 
of Scientific and Industrial Research for a grant to one of us (D.A.L.). 
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The nuclear specific heat in paramagnetic cupric salts at 
temperatures below 1° K 

1. Thermodynamic measurements made from a study of the 
field-dependence of the adiabatic susceptibility 

By C. G B Gaeebtt, Ph.D. 

The Royal Society Mond Laboratory, University of Cambridge 
(Cofmmmicated by Sir Lawrence Bragg, F.R S.—Received 29 March 1950) 


Thormodyiuuni(‘ xnoaBuroinonts have been laade at temperatures below 1° K, obtamed by the 
method of maguetic cooling, on copper potassium sulphate and on. a diluted copper Tutton 
salt- A study has boon made of the field-dependence (for small fields) of the adiabatic 
SllS(^eptlblllty of the cooled and thermally isolated salt, the measmoments covering the range 
of tomporaturo from I ® K down to 0-05° K for cojiper potassimn sulphate, and to 0*025° K for 
the dilute salt. From these measurements the entropy and magnetic susceptibility are 
determined as functions of the absolute temperature. It is concluded that for both salts the 
susceptibility follows a Cune-Weiss law, the values of A bemg 0*034 and 0 0048° K 
respectively; the specific heats are of the form AjT^, the values found for A bemg 6 1 x 10“^ R 
for copper potassium sulphate and 1 98 x lO""^ R for the dilute salt. Deviations from this 
behaviour in a ferromagnetic direction are found for copper potassium sulphate below 
0 07° K, 


1. Inteoduotion 

III addition to the uhc of magnetic cooling experiments simply for the attainment of 
very low temperatures, information may be obtamed from them about the thermal 
and magnetic properties of the paramagnetic salts used in the magnetic cooling 
technique. The first object of such experiments is to determine the magnetic 
susceptibility and entropy of the material as a function of absolute temperature. 
Since both of these quantities will depend upon the spectrum of the low-lying energy 
levels of the paramagnetic ions, the experimental results are of interest in connexion 
with the quantum theory of paramagnetism. In this paper and part II (Garrett 
19506) results are presented of magnetic cooling experiments on copper potassium 
sulphate and on a sample of the same salt diluted about seven times with dia¬ 
magnetic magnesium, from which it is possible to deduce the magnitude of that 
part of the specific heat which is due to nuclear-electronic interaction (Gorter 1948; 
Garrett 1949). This paper is concerned with the principle of the method used in the 
measurements of specific heat and absolute temperatures, and with the experi¬ 
mental results. In part II these results are related to the theory of interionic 
interactions, and the nuclear specific heat is derived. 

In order to determine absolute temperatures and specific heats at temperatures 
below 1° K it is necessary to combine the results of two different sets of experiments. 
One set of results is obtained from a quantitative study of the demagnetizations 
themselves, the magnetic susceptibility at some low temperature being related to the 
initial field and initial temperature from which the demagnetization was carried out. 
Since the entropy of the initial state may be calculated by the standard methods of 

[ 375 ] 
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statistical thermodynamics, a series of such experiments will detcraiine the relation 
between the entropy S and the susceptibility of the final states of the material, 
provided that the demagnetizations can be assumed to be isentropic. 

Another set of experimental results is now required before absolute temperatures 
and specific heats can be deduced. In the present investigation this has been provided 
by superimposing on the small alternating measuring field a steady parallel field 
H, and determining the decrease in susceptibility so produced. It will be shown in 
§2 that, apart from a small saturation correction term, the proportionate change in 
susceptibility is where 

"" XdTdS' 

It is clear that a combination of measurements of S and of S as functions of % makes 
possible the determination of the absolute temperature (see § 3 ), and conversely 
S and X become determined as functions of T, 

To give a physical picture of this second type of experiment it is instructive to 
compare it with the bridge method of Casimir & du Pre (1938) for the investigation 
of paramagnetic relaxation, in which the experimental technique is exactly the 
same, except that the sample of salt is immersed in a bath of liquid helium. At high 
frequencies the quantity measuredis the adiabatic susceptibility {dMIdH)^^ which will 
be smaller than the isothermal susceptibihty {dMjdH)^ measured at low frequencies; in 
some intermediate frequency range the susceptibility is complex, the real part lying 
between these two limits. In the experiments described in this paper, however, the 
conditions differ in two respects from those of the Casimir-du Pro experiment. In the 
first place the lattice thermal capacity is usually very small in comparison with that 
of the spin system, so that the adiabatic susceptibility is observed at all frequencies. 
The entire spin-lattice relaxation effect has disappeared (Casimir 1940). Further, 
the sample of salt is thermally isolated, instead of being immersed in a heat bath; and 
owing to the magneto-caloric effect the temperature is higher than it was in zero 
field, so that the susceptibility observed is even lower than the adiabatic value at the 
original temperature. The observed decrease in differential susceptibility is therefore 
due partly to the magneto-caloric rise in temperature produced by the steady field, 
and partly to the field-dependence, at any one temperature, of the adiabatic 
susceptibility. 


2. ThEEMODYXAMICS OE the EIELD-DEPEXDEKCE OE adiabatic SUSCEFTIBILITy 

In discussing the thermodynamics of a paramagnetic salt it is convenient to refer 
extensive quantities to one gram-ion of the material, and throughout this paper 
entropy, specific heat and susceptibihty are quoted in this way. In a reversible 
change in which the temperature changes from T to T + dT and the field from H to 
H + dJS, the heat dQ taken in is given according to the second law of thermo- 
d3mamics by the equation 


dH, 


iQ.O,iT + T(^§)^ 


( 1 ) 
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whei-e M is the intensity of magnetization and the specific heat at constant 
field strength. To determine the adiabatic susceptibility, equation (1) is rewritten 
with H and M as the independent variables, dQ being equated to zero. It is found that 


ldM\ 




im\ T/^' 

layjj lajf, 


2 idH\ 


Jrl 


( 2 ) 


In the experiment, an isolated sample of salt is initially at temperature T and in 
zero field, the adiabatic and isothermal susceptibilities being then identical. A steady 
field H is now applied; equation (2) gives the adiabatic susceptibihty, but only in 
terms of the isothermal susceptibility at the new temperature T', which, as explained 
in § 1, is somewhat higher than T. The difference in temperature may be derived from 
equation (1): ^ 


AT’ 


=-r 




'B 


/^\ 


dH, 


B 


( 3 ) 


so that the isothermal susceptibility at the new temperature is 




In order to allow for the onset of saturation effects it is convenient to expand M 
as a power series in JI: 


ilf = + + 


( 5 ) 


where ;\;5 are functions of the temperature only. Substituting in equations (2) 
and ( 4 ) it is found that 


/m\ 

WfL (T'.B) 



( 6 ) 


ignoring terms in higher powers of M, In equation (6) 


[dTj xGb XdTdS’ ^ > 

since Cjj differs from T{dSldT) only by terms of order i?^. The term 3 ^/% which 
appears in equation (6) is a saturation correction and is small in comparison with 
1 3 throughout the accessible range of temperature for both the salts studied in this 
paper. The value of 3 ^/% at each temperature may be calculated from statistical 
thermodynamical considerations, details of which appear in the appendix. 


3. Use oe the B extnction 

At sufficiently high temperatures it is usually a good approximation to write 
C = AjT^ (ignoring for the moment the lattice specific heat) and x = A/T (Curie’s 
law). Under these conditions S is easily seen from equation ( 7 ) to have the tem¬ 
perature-independent value A/A. This behaviour is well shown by potassium chrome 
alum (Garrett 1948) at temperatures above 0 * 3 ° K; A may be estimated from the 
temperature-independent value. At lower temperatures deviations will occur both 
from the Curie law and from the AjT^ specific heat law; generally these deviations 
are in such a sense as to make 3 increase considerably above the value A/A. 
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So long as the Curie law is valid, the absolute temperature may be derived directly 
from the measured value of being given simply by A/%. At lower tenipei‘aiii!‘es it is 
often convenient to define an arbitrary magnetic’ temperature which 

will of course differ more or less seriously from the true thermodynamic tcm|)(^ratiire. 
In this lower temperature range the true temperature may be derived from a know¬ 
ledge of S and of dSjdx as functions of % (and so of T ^'); for it follows from equation 

^ _ _ r dT* 

^-J xmsidx)~ J T*E{dSid£y 


and, as all the quantities under the integral sign are known, the temperature T may 
be derived graphically by integration. One fixed point is necessary in order to specify 
the lower limit in the integration. 

A useful special case is that in which the A jT^ specific law is followed wit!i sufficient 
accuracy, while the susceptibility follows a Curie-Weiss law: 


Under these conditions it follows from equation ( 7 ) that 



( 10 ) 


In an actual experiment only relative susceptibility measurements are made. 
When A is of the order of 0’01° it is impossible to detect departures from the 
Curie law (%r = constant) in the helium range. Below 1°K, is then defined by 

T* = XoTJx, ( 11 ) 


where Xc refers to a representative calibration temperature T, which is usually taken 
to be 2 - 5 °K. With this definition of T* it follows that, so long as the Curio-Weiss 
lawr is true, 


T = r*[(2;-A)/2;]+A. 

In the region of the AjT^ specific heat law it follows that 


( 12 ) 


A r T —A 1-2 

'S = -2y, = -W[2’*-^ + Aj . (13) 

When it is suspected that the Curie-Weiss and A jT^ laws are good approximations, 
the experimental data are analyzed in the following way: 

(i) A graph is plotted of against %. This should be a straight line (equation 
(10)), from the gradient and intercept of which A and A may be found. 

(ii) Using this value of A and the demagnetization data, a graph is plotted of 
S against [^*( 2 ^ —A)/T^-f-A]“^. This graph should also be straight (equation ( 13 )), 
and the gradient (^A) provides an independent estimate of the specific heat 
constant A. 

(iii) The breakdown of the two laws is indicated by departures from linearity in 
graphs (i) and (ii). At lower temperatures the absolute temperature may now be 
derived from the general formula (equation (8)), taking as fixed point some convenient 
temperature on the linear portions of the two graphs. 
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At and above 0-5° K those considerations break down, because the lattice specific 
heat {BT'^) begins to be ap])rcciable in comparison with that of the spin system. 
Since the ratio of these two quantities is proportional to T^, the influence of the 
lattice will be detected as a sudden decline in the measured values of S, provided 
that the frequency of the measuring field is sufficiently low. Near the onset of the 
lattice decline it is a reasonable approximation to put S = Xj{A + BT^), so that it 
should in principle be possible to deduce from the measurements the lattice specific 
heat constant B. In practice it was found that the estimates of B so made were 
larger than was reasonable on other grounds, probably the discrepancy is due to the 
extra thermal capacity of small quantities of occluded helium. 

In carrying out magnetic cooling experiments it is customary to have the salt in 
spheroidal shape, and subsequently to correct measurements of susceptibihty and 
of T* to the definitive shape of the sphere by means of the formulae 


Asplioro ' 


ysphoioid 


1 I Xspheroid 


T, 


T, 


spheroid 


sphere ' 




1 + 


(%c)spheroid 

U / V 


■ ^®horold "b 


( 4:17 \ (T*y)splierold 

\ 3 / V 


(14) 


(15) 


in which V is the gram-ionic volume and a is the demagnetizing factor of the 

spheroid. Since at a typical calibration temperature (Xc)s^eroid jg generally 

of the order of 0 ' 001 ° or less, the error introduced by the approximation in equation 
(15) is ~ % for all values of T*. In addition, it is necessary to correct the observed 
values of 3 to spherical shape by the relation 

CT — W fl I \ Xapheroid )"^ /j0\ 

‘^sphere ” “^Spheroid i I g y j ^ 


whose validity is obvious from the definition of H (equation (7)). It will be noticed 
that equation ( 8 ) gives the same value of the absolute temperature whether or not 
a shape correction is applied. For a compressed powder oc may be calculated by 
means of an interpolation formula (Casimir 1940 ) 


a = ocg-h 


47rl-/ 
3 / ’ 


(17) 


where / is the filling factor of the sample and oc^ is the demagnetizing factor appro¬ 
priate to its external shape. In this paper all values of T* and S have been corrected 
to spherical shape, and no special notation is used to draw attention to this fact. 



380 


C. G. B. Garrett 


4. Experimental details 

The technique of magiietic cooling experiments has now become fairly standardized 
and requires no detailed description here. The magnet used was a water-cooled 
armoured solenoid of the type developed by Ashmead, developing a maximum field 
of about 10 kG. It was mounted on a supporting ram which could be raised or 
lowered when required by means of a worm drive from a small motor. 

The salt sample consisted of a polycrystalline powder compressed to a filling 
factor of about 0-95, ground on a lathe to spheroidal shape. It was suspended inside 
the german silver salt-tube of the demagnetization cryostat by means of fine nylon 
or cotton threads from a german silver framework. 

Measurements of magnetic susceptibility were made by determining the mutual 
inductance between two coils magnetically linked with the salt, the primary having 
about 400 turns over a length of 10 cm., and the secondary having 5000 turns over 
a length of 5 cm Compensating secondary coils, each of 2500 turns, were included 
in order to reduce the mutual inductance of the empty coil system to a low value. 
The mutual inductance was measured by means of a Hartshorn bridge (Casimir 
1940) using a c. at a frequency of 40 c./sec. from a small frequency-stabilized rotary 
converter. The bridge output was detected by means of a vibration galvanometer 
preceded by a tuned amplifier. With this arrangement the mutual inductance due 
to the salt was usually of the order of several thousand /^H; for a peak measuring 
field of 0-3 G the mutual inductance could be set to OT julS. with the detector at low 
sensitivity and short setting time, or to 0-01 /4H at the cost of an increased setting 
time of the order of 2 sec. 

At the beginning of each experiment the measuring system is calibrated at two 
or more temperatures in the liquid helium range, an average value of Xc^c 
found (see equation ( 11 )). After demagnetization, bridge settings are made at 
intervals of about 30 sec., so that the bridge reading immediately after cooling can 
be deduced by extrapolation. The value of T* corresponding to the initial field and 
temperature is then known. From a series of such demagnetizations the relation 
between S and T* is determined throughout the accessible range of temperature. 

For the determination of H at the low temperature reached on demagnetization, 
a solenoid is raised around the cryostat. Bridge settings are made alternately with 
and without a steady current flowing in the solenoid, the time of each reading being 
noted. The change in bridge setting produced by the steady field may be deduced 
by interpolation, thereby correcting for the steady rise of temperature caused by 
the ‘'heat leak’, which amounted to about 40 ergs/min. Since the measuring system 
is very nearly astatic, except in so far as the balance is disturbed by the para¬ 
magnetism of the salt, the extra mutual inductance due to coupling with the solenoid 
is smaU. In order completely to eliminate this source of error, arrangements are 
made to close the solenoid circuit whenever a zero-field setting is being made, in such 
a way that the resistance in the solenoid circuit is nearly the same whether a current 
is flowing or not. 

The magmtude of the steady field must be chosen so that the change in mutual 
inductance produced is not more than about 2 % of the total mutual inductance 
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due to the salt; otherwise the approximations made in § 2 will break down. It will be 
seen from the statomont of th(^ sensitivity given above that it is possible to measure 
a change of 2 % in a mutual inductance of ^ 2000//H with an accuracy of better than 
1 %. The size of the appropriate steady field varies considerably with the salt used 
and with the temperature of the salt, for copper potassium sulphate the field required 
varies from about 50 G at K to 1G at 0 * 05 ° K. It is desirable that the amplitude of 
the measuring field shall bo small in comparison with the steady field, although the 
effect of finite amplitude is easily seen to be, to a first approximation, zero. At very 
low temperatures it is necessary to allow for the vertical component of the earth’s 
field, which may conveniently be determined by making measurements with the 
steady field alternately x^arallel and anti-parallel to it. The effect of the horizontal 
component may be neglected. 

The heat leak is a surface effect and will tend to set up inhomogeneities of 
temperature within the salt, particularly at low temperatures where the thermal 
conductivity is very low (Garrett 1950a). It is therefore important that thermo¬ 
dynamic measurements should not be continued for too long a time after demag¬ 
netization (de Klerk, Steenland & Gorter 1949). 


5. Expebimental results fob copper potassium sulphate 

The spheroid of copper potassium sulphate was made from crystals supplied by 
B.H.D. Ltd., the purity not being stated. The mass of the spheroid was 12*6 g., the 
eccentricity 2 * 3:1 and the filling factor 0 * 94 . Susceptibility measurements were 
corrected to spherical shape according to the formulae given in equations ( 14 ) to 
( 17 ); on substituting for the known Curie constant (Reekie 1939) of the material, and 
for the demagnetizing factor and filling factor of the spheroid, equation ( 15 ) becomes 

T^sVerc = ^P^pheroidh 4*3 X IQ-^ (18) 

The demagnetizations 

The results of demagnetizations from various initial fields and temperatures are 
given in table 1. The entropy has been calculated from the statistical thermo¬ 
dynamical treatment given in the appendix, taking into account the anisotropic 
g factors of the cupric ion. No allowance has been made for the fact that the entropy 
in zero field at 1°K is already slightly below the value .Bln2 holding for complete 
spin degeneracy The demagnetizations are in two groups, those from a starting 
temperature of 2 * 0 °K and those from M 5 °K; the [ 8 , T^) curves for the two groups 
will be slightly displaced along the entropy axis, due to the extra lattice entropy at 
the higher temperature. 

Measurements of S 

About 250 measurements of H have been made at temperatures between T"^ = 0*018 
and 1°K, and a selection of the results is presented in table 2. The saturation 
corrections have been deduced by the method given in the appendix. The variation 
of S with T* is shown in figure 1. There is no region of temperature in which a is at 
all constant, in contrast with the behaviour of potassium chrome alum (Garrett 



382 


C. G. B. Garrett 


Table 1 





H 

Eln2-S 







(kG) 

10 ® erg units 





1*187 


1*015 

1 64 


0*590 



1*203 


1*35 

2*81 


0 386 



1*179 


1*35 

2 93 


0*359 



1*175 


1*35 

2*95 


0*347 



1*139 


1*35 

3 13 


0*324 



1*122 


1*35 

3*20 


0*313 



1*109 


1*35 

3*30 


0 348 



1*125 


1*705 

5*15 


0*291 



1*155 


1*73 

5 02 


0*257 



1*120 


2*03 

7*25 


0*179 



1 158 


2*25 

8*36 


0*155 



1*118 


2*37 

9*89 


0*136 



1*152 


2*505 

10*40 


0*134 



1*136 


2*71 

12*48 


0*112 



1*117 


3*045 

16*21 


0*0988 



1*153 


4*28 

29*6 


0*0612 



1*122 


6*77 

73*5 


0*0265 



1*152 


8*80 

112-0 


0*0177 



1*136 

10*82 

161*0 


0*0112 



1*13 

10*83 

162*4 


0*0103 



1*975 


2*03 

2*36 


0*976 



1*977 


2*71 

4*38 


0*354 



1*996 


2*71 

4*19 


0*365 



1*987 


2*78 

4*38 


0*367 



2*002 


3*05 

5*17 


0*353 



1*992 


3*38 

6*38 


0*241 



2*001 


4*06 

9*19 


0*181 



2*002 


4*40 

10*60 


0*150 



2*002 


4*74 

12*30 


0*136 



2*002 


5*08 

14*0 


0*129(j 



2*002 


5*42 

15*9 


0*1083 



2*005 


6*09 

20*0 


O-OSOq 





Table 2 








/2 A^\® 

2 ^ 




H 


LJ( 


X 

E 



(0) 

i/zH) 

i/M) 10-6 X 

10 -®x 

10-6 X 

X 

0-999 

43-0 

57*52 

0*53 3*27 

0*00 

3*27 

0*445 

0-713 

43*0 

80*71 

1-28 5*63 

0*01 

5*62 

0*623 

0-578 

36*0 

99*76 

1*56 7-9 

0*0 

7*9 

0*770 

0-401 

35*8 

143*93 

3-16 11-1 

0*0 

11*1 

1*110 

0*172 

25*5 

339*28 

5*12 14*9 

0*1 

14*8 

2*58 

0*110 

26*0 

540*1 

11*4 

19-9 

0*2 

19*7 

4*04 

0*0789 

19*0 

766*3 

11*4 

26*3 

0*3 

26*0 

5*64 

0*0646 

19*2 

948*7 

17*4 

31*1 

0*4 

30*7 

6-89 

0*0319 

11*5 

2095*9 

56*8 

89*0 

0*9 

88*1 

13*93 

0*0234 

3*39 

3028*7 

12*8 

133*1 

1*1 

132*0 

19*00 

0*0189 

2*37 

3966*5 

13*0 

179 

1 

178 

23*5 


Note. Values of T*, E and x reduced to spherical form (§3), as is the quantity shomi 

in the jSfbh column. For the saturation correction 2^/%, see appendix. is the mutual 
inductance, less that part of it not due to the salt; is the change in the mutual 

inductance produced by a field H. 
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1948). Up to 0 - 5 ° the curve iw tending towards a constant value, but between 
0-5 and 1 - 0 “ the nieasurotl values decrease precipitately, due to the lattice specific 
heat, as has already been discussed (§ 3 ). 



Figure 1. 


Susceptibility and specific heat 

Reekie (1939) has made absolute susceptibility measurements in the liquid helium 
range, finding that, within the limits of accuracy of his experiments, x = 0 - 445 / 7 . 
From measurements of 7 * below 1®K % is therefore given by the formula 

^ = 0 - 445 / 7 ’^. ( 19 ) 

In figure 2 (curve a) SHs plotted against values of x derived in this way. It will be 
seen that, apart from the departure due to the specific heat of the lattice at high 
temperatures, the relation between the two quantities is linear down to 7 * = 0 * 025 °. 
This suggests (equation (10)) that in this temperature range the susceptibility 
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follows a Curie-Weiss law, the specific heat having the form Ajl hi oni the graph 

it is found that * 

- = R- 87 x 10-®gauss~^ (20) 

A = 0 - 034 °, ( 21 ) 

where A = Taking = 0-445 at 2 - 5 °, A = 0-438 and 

A = 4-94 X 10 ^ erg deg./mole 

= 6-0 X 10 -*^. ( 22 ) 



Figube 2 , 

So far there remains the possibility that x smd C are varying in some different way 
with temperature, the straight Hne in figure 2 being fortuitous. That this is not so is 
shown in figure 3 (curve a), in which, from the demagnetization data, 8 is plotted 
against [T*( 2 - 5 -A)/ 2*5 +A], using the value of A found above (equation (21)). This 
again gives a straight line, as would be expected from equation ( 13 ). The gradient 
gives an independent estimate of A 

A = 6-23 X lO-^i?, 
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in satisfactory agreement with ( 22 ). It may be concluded therefore that, for 
temperatures down to T* = 0-025°, 

r = 0-987iP* +0-033° (23) 

(compare equation ( 12 )). For lower temperatures the general expression for T 
(equation (7)) must be used, differences in temperature being evaluated by graphical 
integration. The resulting T-T* relation is shown in figure 4 In constructing this 
diagram it has been assumed that the Curie-Weiss law is still a good approximation 
at T* = 0-038, so that there the true temperature is T = 0-071°, the uncertainty in 
this fixed point is probably of the order of 2 millidegrees It will be seen from figure 4 
that the deviations from the Curie-Weiss law are in a ferromagnetic sense. 



Figube 5. 


Comparison with previous work 

Be Klerk (1946), by what is essentially a method of mixtures, has also found 
evidence for a Curie-Weiss law with this material, but his value of A(0-052°) is in 
disagreement both with the demagnetization data presented here and with the 
measurements of 3. Further evidence comes from Ashmead’s measurementst ( 1939 ) 
of the gamma-ray specific heat (dUjdT*). If 0 = AjT^ and y = A/(T-A), then 

t I am indebted to Dr Ashmead for allowing me to make use of the more detailed account 
of bis measurements contained in his dissertation. 
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dUldT^'^AjiT'^ + A)^. In figure 5 experimental values of ( 0 ^)-^ are plotted against 
T, The intercept on the temperature axis is 0 - 033 °, in satisfactory agreement with 
the value for A found in the present investigation (equation (21)). 


6. Expebimental bestjlts eok the diluted salt 

Mixed crystals were made from a solution of copper potassium sulphate and 
magnesium ammonium sulphate. The crystals were analyzed lodometrically and 
found to contain 0-0227 g. of copper per g., as compared with 0 - 144 g. in pure copper 
potassium sulphate. Thus in the diluted salt only 13-2 % of the lattice sites remained 
occupied by copper atoms, the other 86-8 % being replaced by diamagnetic 
magnesium. 

The compressed spheroid made from these crystals was of mass 18-1 g. and 
eccentricity about 4 : 1 . Values of T were corrected to spherical shape according to 
equation ( 15 ), substituting the appropriate quantities 

T^Bphere = ^^spheroid + 0*90 X 10~3 "K. (24) 

The demagnetizations 

Table 3 shows the results of demagnetizations from various fields up to lOkG. The 
entropy has been calculated exactly as for the undiluted copper potassium sulphate. 


Table 3 



E 

Bln 2 -S 


T 

(kG) 

(10® erg units) 

T* 

1-203 

3*38 

17*2 

0*12 

1*201 

4*06 

24*6 

0 0899 

M36 

4*30 

30 9 

0*0644 

M94 

4*74 

34*0 

0*0624 

1*196 

6*09 

53*8 

0*0416 

1*142 

7*20 

79*9 

0*0308 

1*194 

7*44 

78*0 

0*0322 

1*192 

8*73 

104*4 

0*0255 

1*166 

9*90 

133*6 

0*0217 

1*192 

9*95 

129*0 

0*0232 


Measuremenis of H 



S has been measured for the diluted salt at temperatures between T = 0*028 and 
1°K. A selection of the results is shown in table 4 , the saturation corrections being 
taken as before from the analysis given in the appendix. The specific heat per unit 
mass is about 25 times smaller at any temperature than for copper potassium 
sulphate; in consequence rates of warming are much faster, and thermodynamical 
measurenients correspondingly more difficult and less accurate. The high-tem¬ 
perature decrease in S due ,to the lattice sets in at a somewhat lower temperature 
than for the undiluted salt; this is because the lattice thermal capacity, expressed 
in terms of each gram-magnetic ion, is about eight times larger. 
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Table 4 






/2A^\© 





H 

Jl 

LJi 


X 

H 


T 

(G) 

(/.H) 

(/^H) 

X 

1 

o 

10-6 X 

10-6 X 

X 

0*687 

75*3 

9*96 

0*37 

4*4 

0*0 

44 

0*65 

0*439 

51 9 

15*75 

1*32 

20*6 

0*0 

20 6 

3*01 

0*277 

46*4 

24*90 

2 16 

26-6 

0*0 

20*6 

i*61 

0*177 

46*4 

39*13 

3 38 

26*4 

0*1 

26*3 

2*51 

0*106 

37 6 

65*10 

4*45 

31*4 

0*3 

31*1 

4*18 

0*0900 

26*3 

76*71 

2*88 

35*2 

0*4 

34*8 

4*94 

0*0726 

32 7 

95*73 

5*42 

34*1 

0*7 

33 4 

6 13 

0*0552 

25*7 

124*09 

4*94 

38*3 

P2 

37*1 

7*96 

0*0368 

20*1 

189 63 

5 38 

43*6 

2 7 

40*9 

32*08 

0*0289 

25*9 

244 30 

12 55 

46*5 

4*3 

42 2 

3 5*30 


Susceptibility and specific heat 

It will be assumed that Reekie’s value for the Curie constant copper 

potassium sulphate (0-445) holds also for the diluted salt. In figure 2 (curve b) is 
plotted against x- The relation appears to be linear within the experimental accuracy, 
except for the decrease at high temperatures due to the lattice specific heat. Just as 



FiaxJBE 6. O, copper potassium sulphate; 0, dilute salt. 

for the undiluted salt this linearity suggests that the susceptibility is following 
a Curie-Weiss law (equation (10)). From the intercept and gradient it is found that 

AjA = 28-Ox 10“®gauss”^ 

A = 1*59 X 10^ erg deg./g. ion 
= 1*91 X 
A = 0*0048'^ K. 


(25) 

(26) 
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The Ciirie-Wciss law is checked by plotting S against {T^ + 0 * 0048 )"^ as shown in 
figure 3 (curve b). This is again a straight line (equation ( 13 )). From the gradient 

A = 2 - 04 xl 0 - 4 i?, 

in reasonable agreement with ( 26 ). The average value 

.4 = l* 98 x ( 27 ) 

is probably correct to about 5 %. There are no detectable deviations either from the 
Curie-Weiss law or from the AjT^ law down to the lowest tem5)erature attainable 
(3^* = 0*020°j T = 0 - 025 °). The dependence of the entropy upon T and upon T^' is 
shown in figure 6, which gives also, for purposes of comparison, the corresponding 
data for undiluted copper potassium sulphate. 

Since this work was completed Benzie & Cooke (1949) have published results of 
measurements of the spin specific heat of various copper Tutton salts over a range of 
dilution, using a bridge method at liquid helium temperatures. A comparison with 
the results of the present investigation is deferred to part II (Garrett 19506). 

Appendix 

In order to make use of the results of demagnetizations from fields up to 10,000 G 
at 1° K, it is necessary to be able to calculate the amount of entropy removed, taking 
into account the effect of paramagnetic saturation. For the measurement of S it is 
also necessary to evaluate the saturation correction term i}rH^ in the expression for 
the magnetic moment (equations ( 5 ) and (6)). Once the energy level scheme in 
a field H is known, both problems may be solved by the standard methods of 
statistical thermodynamics. For free spins the Brillouin functions (Casimir 1940) 
may be used, but for crystalline paramagnetic salts the resulting expressions are 
likely to be considerably in error. In copper potassium sulphate the cupric ion 
behaves as a one-spin paramagnetic (see part II), but the Curie constant observed 
at liquid helium temperatures differs by 20 % from the one-spin value (Reekie 1939). 
The treatment given below takes into account the anisotropic ^-factors of the cupric 
ion, due to Stark effect and spin-orbit coupling (Polder 1942; Pryce 1948); no 
allowance is made for magnetic or exchange interaction, or for the nuclear-electronic 
interaction (see part II), since there is reason to suppose that these effects are in this 
connexion negligible. The average magnetization for a single ion is first evaluated; 
this may then be used to determine the magnetization and entropy for a single 
crystal, and so also for a polycrystaUine powder, by averaging over-all spatial 
direction of the applied field. 

The Zeeman splitting, which would be simply gfiH for a free ion, varies in the 
crystal with the direction of the magnetic field. To take account of this g must be 
replaced by a tensor g^j^ (Pryce 1948,1950), the principal values of which may most 
precisely be determined by resonance experiments. For a one-spin paramagnetic there 
are two Zeeman levels, having energies ± 'f{{g%h^kY}A The partition function is 

t The sumraation convention for repetitive indices is assumed. 
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and the three components of magnetization are given by the equations 

M, = kT^([ogZ), (29) 

from which it is found that 




QndQmn^n 

2 



(30) 


This expression gives the average magnetization for one ion. T'oi’ a poly crystalline 
sample it is now necessary to average over all directions of the apphed field, it bemg 
of course assumed that the arrangement of crystals in the sample is perfectly random. 
For ff/T< 10,000 G/deg. it is sufficient to expand the right-hand side of (30) as 
a power series in ^HjhT, averaging the coefficients term by term. The entropy 8 
is most conveniently derived by making use of the relation {dMldT)jj = {dSldH) 2 '. 
The resulting expressions are 


M = 





l)^ + 


xyz 



(31) 


8 = 




- ^2 

mgl-^ 


xyz * xyz 


Yla^ ■ 
11520 


xyz 


• • 3 


(32) 


as far as it is necessary to take them for the purposes of this paper. In equations (31) 
and (32) the are direction cosines of B. relative to the principal axes of the 
are the principal values of and a = fiHjkT, The results of the averaging are 




imir = 


ySg® + ^'Eglgl -h ^§9^919% 


(33) 


the sign S' implying that each identical term is to be counted once only. 

Microwave resonance experiments with copper potassium sulphate (Bleaney, 

Penrose & Plumpton 1949 ) indicate that the principal g values for the copper ion in 

this salt are „ ,, „ „, „ „„ 

9i = 2-14, gg = 2-04, gg = 2-36, ■ 


substituting in equations (31) to (33) it is found that 


R 


- 0-597a2[l - O-eOla® -f 0-322a^ - 0- 169a6 


(34) 


M = [1 -1-81 X 10-* (f)%...]. (35) 

It will be noticed that the coefficient of the first term in (35) agrees well with Reekie’s 
experimental value (0*445). 


Saturation corrections to H 

From equation ( 6 ) it will be seen that, in the parallel-field experiments, the 
proportionate change in bridge reading produced by a steady field J? is f (S — 2 ^/%) 
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From equation (35), 2^/X = 3*62 x Smcetliis saturation term is temperature- 

dependent it is necessary to have some preliminary estimate of the true temperature 
before E can be determined. Values of S corrected by assuming T - are used, in 
conjunction with the measurements of dSfix, to set up a relation between T and 
Some adjustment to the S values may then be necessary, so that the procedure is in 
principle one of successive approximations. In practice, however, 2^/y is usually 
small in comparison with S at all temperatures: for copper potassium sulphate at 
l^'K, X 10-® and 2^/%^4x 10“^; at 0-2°K, 1*5 x 10"^ and 9 x 10“®; 

at 0*06°K, 3 ^ 1 X 10“^ and 2i/rlx'^ 1 x 10“^. 
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T1i6 nuclGar spGcific h6at in paraniagnstic cupi ic salts at 
temperatures below 1 K 
II. The nuclear specific heat 

By C. G. B. Garrett, Ph.D 

The Royal Society Mond Laboratory, University of Cambridge 
[Communicated by Sir Lawrence Bragg, F.B.S. Received 29 Hatch 1960) 


A theoretical discussion is given of the experimental results described in part I Contributions 
to the loTV-temperature specific heat from dipole-dipole and exchange interaction are shown to 
depend linearly on the dilution factor when dilution has oecuried in a purelt random manner 
From a comparison of the results for the diluted and undiluted salts it is shown that a part of 
the specific heat is mdependent of the degree of dilution This part is identified with the 
nuclear specific heat expected from nuclear-electromc mteraction within the atom. The 
interaction constants are evaluated and are of the order of 0 01° K These results are m 
agreement with observations of the hj-perfine structure m dilute copper salts made from 
paramagnetic resonance experiments. The effect of exchange mteraction is also discussed. 


1. Iotroduction 

In part I (Garrett 1950 ) results have been presented of thermodynamic measurements 
made on copper potassium sulphate, and on a sample of the same salt diluted about 
seven times. The purpose of this part of the paper is to account for the observed 
specific heat constants (A) and Curie-Weiss constants (A) given in equations ( 21 ), 
( 22 ), (26) and (27). The dilution factor for the second salt was 0*132 (§ 6 ). 

2. Ekergy-level scheme 

The level scheme of the cupric ion in the solid state has been discussed by Polder 
( 1942 ) with particular reference to copper potassium sulphate. The ground state is 
a state; there is one vacancy in the penultimate (3d) electron shell, and this may 
be treated as a single positive electron. The fivefold orbital degeneracy is completely 
removed by the electric crystalline field, and at and below helium temperatures 
only the lowest of the five orbital levels is appreciably populated. The introduction 
of electron spin makes each state doubly degenerate. As this spin degeneracy cannot 
be affected by the crystalline field (Eiamers 1930 ), there can be no Stark specific 
heat anomaly in the region below 1 °K. Susceptibility, anisotropy and resonance 
experiments are in general agreement with this picture. 

Contributions to the low-temperature specific heat will come from dipole-dipole 
interaction and from exchange mteraction. On the other hand, a spherical sample 
of a salt with only dipole-dipole interaction wonld have A = 0 (van Vleck 1937 ), so 
that the observed non-zero values of A must be ascribed to exchange effects alone. 

For copper potassium sulphate the dipole-dipole specific heat may be evaluated 
directly, and is found (de Klerk 1946 ) to be lower by a factor of 5 than the specific 
heat observed. The exchange specific heat cannot be calculated, because the exchange 

[ 392 ] 



393 


Nuclear specific heat in paramagnetic cupric salts. II 

integrals are unknown. Both dipole-dipole and exchange specific heats ought to 
tend to zero at infinite dilution. Since, however, dipole-dipole and exchange effects 
will still make some contribution to A at the dilution used, it is first necessary to 
discover how these contributions will depend on the degree of dilution, when that 
dilution has taken place in a purely random manner It will be assumed (van Vleck 
1937 ) that the various contributions to the specific heat are additive at temperatures 
large in comparison with the splittings. 


3. Dependence of interactions on diltjtion 
Dipole-dipole interaction 

The specific heat constant due to dipole-dipole interaction has been evaluated 
by van Vleck ( 1937 ), who concluded that 

■^DD ___ 

B ~ 12 

where ^ is the Bohr magneton, ^the number of ions in unit volume, g the Lande 
splitting factor and S the spin quantum number. Q represents the geometrical 
factor r^^ being the distance between the ith and the jth atom. In 

a regular dilution process Q will be unchanged and Ajyj^ will be proportional to the 
square of the dilution factor But in the formation of mixed crystals there is always 
a fixed probability ^ that any particular site will be occupied by a paramagnetic ion, 
so that and only directly proportional to 


1) 


- 2 

i 


( 1 ) 


Exchange interaction 

The absolute magnitudes of ^ex. ^ not accessible to calculation, but it is 
known that for 'isotropic’ exchange 


^ex. ^ 

i?A2 “■ 4/’ 


( 2 ) 


where 2 / is the number of neighbours between which exchange occurs. The exchange 
integrals are expected to depend on a high power of the interionic distance, so that 
in a regular dilution process the exchange specific heat should decrease exceedingly 
rapidly. But after random dilution there will stiU be, on the average, 2 ^ exchanging 
neighbours, and hence, from equation ( 2 ), 






'-1 


(3) 


If the exchange integral between two ions which happen stiU to be adjacent after 
dilution is unchanged, then A should be proportional to ^ (van Vleck 1937 ); from the 
experiments (equations 1(21) and 1(26)) A'/A = 0*14, compared with ^=0*13. 
According to (3), shoidd therefore be proportional to ^ in a process of random 
dilution. Both dipole-dipole and exchange interaction thus give rise to a specific 
heat depending linearly on the dilution. 



394 


C. G. B. Garrett 


These predictions can of course be verified by measuring the specific heat over 
a range of dilution. In the investigation described here only two salts have been 
studied, but more recently Benzie & Cooke ( 1949 ) reported measurements at 
several dilutions, and their results confirm very satisfactorily the hnear dependence 
of A upon C. 


4. A^’alysis of the specific heat 

It is now possible to discover, from a comparison of the specific heats of the diluted 
and undiluted salts, whether A is tending to zero or to a constant value at high 
dilutions. Experimentally it is found that A'/A = 0-33 (equations I (22) and I (27)), 
compared with C = 0-132, so that the observed specific heat for the diluted salt is 
about 2-5 times as great as it would be if dipole-dipole and exchange interactions 
were alone responsible. It is therefore apparent that a part Ag of the specific heat is 
independent of dilution, or depends on it but sfightly. If then a represents that part 
of the specific heat of the undiluted salt which depends linearly on 

+ a = 6-1 X 
^o-!-0-132ffl = 1-98X 

and hence ^Iq = 1-35 x 

f (^) 

a = 4-75 X 


The term is discussed in § 5 . Part of a is due to dipole-dipole interaction and may 
be calculated by equation (1). Taking ^ = -I and = i-ll (Bleaney, Penrose 
& Plumpton 1949) 

( 5 ) 


= 1-35 X lO-^R, 


so that the exchange contribution is 

A ex. = 3-40 X 
A = 0-034°. 


(6) 


These figure refer of course to the undiluted salt. It is interesting to compare (6) 
with equation (2), which holds for isotropic exchange; substituting the observed 
values. 


^ _ -^ex. 

4/ “ 5A2 


0-29. 


( 7 ) 


Crystallographic evidence suggests that the most probable number 2/ of 
exchanging is 6, so that A^jRS? should be 0-25. However, if the exchange is in 
fact somewhat anisotropic, there is no difficulty at all in accounting for a value of 
A^^IRA^ somewhat in excess of | (Opechowski 1948). 

Benzie & Cooke, in the measurements referred to above (§3), have deduced the 
magmtude of the constant term Aq by direct extrapolation of the results at several 
dilutions, using the ammonium, caesium and potassium copper sulphates. Their 
estimate of Aq is 1-1 x 10~^J?, in reasonable agreement with (4). 
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5, Ijtteractioit with the khcleits 

Gorter ( 194 ^) Rose ( 1949 ) have drawn attention to the possibility of the 
existence of a nuclear hyperfine structure in the crystalline as well as in the gaseous 
state, and suggested that the effect might be used in experiments on the alinement 
of atomic nuclei. Garrett ( 1949 ), in connexion with results described in this paper, 
pointed out that this nuclear hyperfine structure should lead to a specific-heat 
anomaly of the well-known Schottky class, with a maximum at a temperature of the 
order of 0 * 01 °K. Such a specific heat ought for copper potassium sulphate to form an 
appreciable fraction of the total specific heat at temperatures below l^K, but the 
effect should be missing for most of the other materials used in magnetic cooling 
experiments. The unbalanced 3d electron shell may be imagined to set up at the 
nucleus of the copper atom a magnetic field of the order of 10 ^ G; the nuclear magnetic 
moment has { 2 /-{- 1 ) allowed orientations relative to the electronic field, the energy 
separations being of the order of jd^HJk (= 10 ^^) degrees. As the material is warmed 
through this temperature range there will be a specific heat anomaly, on the high- 
temperature side of which the specific heat will be of the order of 

(10-2)2 gjon. 

Such a specific heat will be affected only very shghtly by the process of magnetic 
dilution of the ions, in contrast with the behaviour of the dipole-dipole and exchange 
specific heats; and at infinite dilution the only specific heat remaining will be that 
due to the nuclear interaction. Thus the constant term (see §4) may be identified 
with the nuclear specific heat: 

^nuc. = I*35xl0-^R. (8) 

It is known that the hyperfine structure observed in the gaseous state (Ritschl 
1932 ) is of the correct order of magnitude to account for a specific heat of this size, 
but in the sohd state the problem is complicated by the effect of the electric 
crystalline field. The experimental value ( 8 ) is related to the interaction constants 
in the next section. 

6. INTERPRETATIOH OF THE OBSERVED HHCLEAR SPECIFIC HEAT 

The nuclear specific heat may be calculated in terms of one or more constants 
specif 3 dng the magnitude of the interaction between the electronic and nuclear 
systems. For a free ion the interaction is of the order of 10 “^cm.“^ and may be 
described by a cosine energy term QJJ cos (/J). In the crystal lattice, however, the 
electronic angular momentum L is decoupled from the electronic spin 8, the total 
splitting of the orbital levels being -^ 10 ^ cm.™^. Introducing the nuclear interaction 
as a small perturbation, the first-order coupling between I and L is very small (of 
the order of ( 10 ~^)^/ 10 ^cm.~^), while the coupling between I and S' should be to 
a first approximation unaffected by the crystalline field. But to take account of 
second-order perturbation effects due to coupling with the orbital angular momentum, 
the IS coupling must be regarded as anisotropic, i.e. no longer representable simply 
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by the cosine law. When the electric crystalline field has tetragonal symmetry the 
perturbation Hamiltonian may be written* 

c# = Qi{Ia:Sj.-r lyS^) -j- 

= + ( 4 -^ 4 ) (^^+^ 4 ) 1 +^ 244 * ( 9 ) 


In applying this expression to the cupric ion, which is regarded as a one-spin para¬ 
magnetic, 44 and 4 are the Pauli spin-matrix operators. Por the copper nuclei 
®3Cu and ^^Cu / = |, so that 44 and L are the analogous operators for a particle of 



The specific heat may now be evaluated by the diagonal-sum method (van Vleck 
1937 ). The partition function is expanded as a power series in l/T, the terms of which 
involve expressions like spur (spur . The specific heat is then found from 

the relation C = dldT[T^{dln.ZldT)]. The term in IjT vanishes, since it contains 
spur (Jf), which is easily shown to be zero. The first non-vamshing term is that in 
1 /jP^, and succeeding terms are not of interest since at high temperatures the IJT^ 
term will predominate. It is found that 


B spur 

{2I+l){2S+l)k^T^' 


( 11 ) 


Spur (c^)2 may be computed in the unperturbed system of eigenfunctions, since the 
diagonal sum is invariant to a change in the representation. Prom (9) it may be 
shown after some reduction that 


spur {Jff = iQf{spur [(4+ il^) (4 - il^)] spur [(4 - iS^) (4+ iS^)] 

+ spux [(4 - *4) (4+^4)] spiir [(4+ (^ j : - *4)]} + 4 spur 4- 

( 12 ) 

* I am mdebted to Professor M. H. L. Pryce for the above remarks on the influence of 
orbital angular momentum and for the Hamiltonian m equation ( 9 ). These qualitative con¬ 
siderations are Justified by a second-order perturbation procedure discussed by bun m a recent 
paper (Pryce 1950 ). 
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Substituting the expressions appropriate to copper (equations ( 10 )), it is found from 
( 11 ) and ( 12 ) that 

^ ~ 16^7^ (20f 4-0|). (13) 

This expression contains two mteraction constants and so that from the 
experimental result (equation ( 8 )) it is possible only to deduce the value of 
( 2 flf+f}|). It is known from microwave resonance experiments, however, that 
is very much larger than If be neglected compared with Qg, it is found that 

Og = 0*021 = 0*014 cm-1 (14) 

Since this corresponds to a temperature of the order of the lowest reached in the 
present investigation, it is not surprising that the l/T^ specific heat law was found 
to be quite a good approximation over most of the range of temperature studied. 

It ought to be possible, just as in the case of the optical hyperfine structure, to 
mterpret Og ^ terms of the electromc wave-functions and the nuclear magnetic 
moment, and hence to estimate the value of the magnetic moment from the 
experimental results. As yet, however, not enough is knovm about the quantum 
states of a paramagnetic ion under the influence of the crystalline field, and in any 
case the problem is of somewhat academic interest m view of the accuracy with 
w^hich nuclear moments may now be measured by the resonance technique. 

7. The Peneose effect 

Direct evidence for the hyperfine structure in the solid state has been provided 
by paramagnetic resonance experiments. Penrose ( 1949 ) found a hyperfine structure 
of four lines in the resonance spectrum of a dilute copper salt. Under the conditions 
of Penrose’s experiment the salt is necessarily in a magnetic field so large that almost 
complete Paschen-Back quantization has taken place. Transitions between the two 
fourfold sets of levels can then occur, the selection rule being Am^ = 0 , and {21 -f 1 ) 
distinct resonances can be observed. 

A detailed quantum-mechanical model can in prmciple be obtained by adding to 
the Hamiltonian (9) additional terms involving the magnetic field, but as yet there 
is no agreement between theory and experiment (Abragam & Pryce 1949 ; Broer 
1949 ). It is, however, a simple matter to calculate from the line spacing a value for 
the low-temperature specific heat, without recourse to a microscopic theory. The 
partition function is set up for the four levels, the spacing of which is known from the 
resonance experiments, the specific heat is then derived, averaging over aU field 
directions to take account of the observed variation of spacing with orientation. In 
virtue of the theorem of spectroscopic stabihty the result obtained must hold also 
for zero field, where the system of quantization is quite difi*erent. It is found (Pryce, 
private communication) that 

(15) 

in reasonable agreement with the value 1*35 x deduced from the present 

investigation ( 8 ). In addition to the interaction with the nuclear magnetic moment, 
which alone is taken account of in (15), there will be a small additional effect due 
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to coupling ^th the nuclear electric quadrupole moment. This wall appear in 
the resonance spectrum as a shght asymmetry in line spacing, which, however, 
it is difficult in practice to distinguish from the effect of meomplete Paschen-Back 

quantization. 

8. CoxcLTJSioisr 

Copper salts are practically unique among materials wMch have been used for 
magnetic cooling experiments, in that the nuclei of both the more abundant isotopes 
have non-zero magnetic moment. For most other salts the nuclei are of mass number 
and so of zero moment; the nuclear degeneracy can be removed only in some other 
way than by magnetic interaction with the electron shells, and the nuclear specific 
heat maximum will be at a temperature much lower than any accessible by adiabatic 
demagnetization. 

One exception to these remarks is the case of cobalt. Following Penrose’s discovery 
of a hyperfine structure in the resonance spectrum of a copper salt, a similar but 
larger effect has been found in a dilute cobalt Tutton salt (Bleaney & Ingram 1949 ), 
from which it appears that the nuclear specific heat in cobalt salts should be rather 
more than ten times larger than in the case of copper. Measurements on the specific 
heat of a poly crystalline sample of cobalt ammonium sulphate below 1 °K, using 
the method described in part I, have indicated a specific heat of the order expected 
from the resonance experiments. As cobalt ammonium sulphate is extremely 
anisotropic the measurements are being repeated with a single crystal. 

In conclusion, it should be stated that the nuclear-electronic interaction can have 
no measurable effect on the susceptibility of the material, at any rate so long as the 
temperature is large in comparison with the splittings. For strong fields the electronic 
and nuclear systems will quantize separately (Paschen-Back state), the ratio of the 
susceptibihties being [pylPY, or about 10 “^; and it follows from the theorem of 
spectroscopic stability (van Vleck 1932 ) that the same susceptibihty expression 
which holds for Paschen-Back quantization must be correct at low field strengths, 
even though the system of quantization is then quite different. 

I should like to express my gratitude to Dr J. Ashmead and Dr D. Shoenberg for 
much helpful advice and many stimulating discussions. My thanks are also due to 
Professor M. H. L. Pryce of Oxford University and to Professor D. R. Hartree on the 
theoretical aspects of the subject. I am indebted for help during the experiments 
to Dr E. B. Mendoza, with whom the magnetic cooling cryostat was first assembled, 
and to Mr B. B. Goodman, who also carried out the analysis of the mixed crystals. 
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Observations have been made on the energetic nuclear fragments emitted m ‘giant’ cosmic- 
ray stars. The disintegrations were produced in the heavy nuclei of Ilford C2 and G5 
emulsions exposed at high altitude. Methods are described for the identification of the 
fragments, both stable and unstable, with charges between three and ten units. It is found 
that fragment emission may be mterpreted m terms of an asymmetric fission process, which 
is highly probable when the nuclear excitation energy becomes comparable with the bindmg 
energy^. The average kmetic energies of the fragments are considerably greater than those to be 
expected from the Coulomb repulsion, a fact which may be explamed in terms of specifically 
long-range nuclear forces. The fragments exhibit a peculiar tendency to be emitted m directions 
perpendicular to the mcident star-producing particle. The mass of the emitted fragment does 
not depend appreciably on the size of star. At present there appears to be no comprehensive 
theoretical explanation of the precise mechanism of emission of such particles. 


1. IotRODTJCTIOIS' 

Within the last few years a number of papers have appeared dealing with the distri¬ 
bution of charged particles emitted in the disintegration of nuclei excited to several 
hundred MeV energy. The excitation has been produced both by cosmic rays and by 
beams of artificially accelerated particles, and the phenomena have been studied in 
terms of the 'stars’ in nuclear emulsions. These stars consist largely of tracks of 
protons and a-particles, and the distribution in energy and space of the low-energy 

* The main substance of this paper was presented at the Como conference (September 1949) 
and at the Edinburgh conference (November 1949). 

t Now at H. H. Wills Physical Laboratory, University of Bristol. 
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particles (below about 30 MeY) has been shown to be generally consistent with the 
evaporation model of the excited nucleus. According to such a model the total 
energv is statisticallv shared among the constituent nucleons before the emission of 
any one of them. The disintegrating nucleus is thus analogous to a drop of hquid; 
the velocity distributions of emitted protons, neutrons and a-particles are of ]\fax- 
weUian type and determined by an effective nuclear temperature. 

In the present paper we describe a type of phenomenon totally different from that 
of evaporation. It is characterized by the emission, in the more energetic nuclear 
explosions, of heavily charged fragments of very high kinetic energy and very low 
intemal energy (Hodgson & Perkins 1949 , Bonetti & Dilworth 1949 , Sorensen 1949 ). 
The nature of such processes appears very complex, and the experimental data are 
not yet sufficient to explain their mechanism in detail. It was felt worth while, 
however, to present the available evidence m order to give an indication of some of 
the interesting new features of the phenomena. 

A total of 78 heavy nuclear splinters, emitted from silver and bromine nuclei, have 
been observed in examination of 190 stars of more than 7 prongs, out of a total of 
40,000 disintegrations in 100Ilford 0 2 plates exposed at 1 1,000 ft.; and of 160 stars 
of more than 20 non-relativistic prongs, from a total of 8000 disintegrations in 400 pi 
Ilford G 5 emulsions exposed in free balloons at an altitude of 80,000 ft. All plates were 
exposed vertically. 


2. Expekimextal 
2 * 1. Identification of stable splinters 

The fact that occasionally particles heavier than a-particles may be emitted from 
stars has been known since the discovery of the weU-known ^Li ‘hammer’ track by 
Occhialioi & Powell ( 1947 ). 

The 'stable’ splinters are first considered, that is, those which do not give rise to 
emission of heavy particles in the time required for them to come to rest in the 
emulsion. In discussing such splinters, it is necessary to distinguish between the long 
track of an energetic fragment sometimes emitted in the course of the disintegration, 
and the very short track produced by the low-energy recoil nucleus nearly always 
left over after the evaporation process has been completed. The 'recoil fragments’ 
have nearly always a range of less than lOpi (Harding 1949 ); in this paper observations 
are restricted to the more energetic fragments of ranges in excess of 30/^. 

A. C2 emulsions 

The precise identification of a fragment in a star is in general difficult. It may be 
attempted by one or a combination of the following methods. Of the four methods, 
the first and second measure in effect secondary ionization (^-rays) and the remaining 
two the primary ionization of the fragment (grain-density): (i) 5 -ray frequency; 
(ii) 5-ray cut-off; (iii) gap counting; (iv) thin-down length. The first method is by far 
the most accurate, by reason of being a strictly comparative one 

(i) S-ray frequency. When fragments of high velocity have sufficient path-length 
in the emulsion, they may be detected and identified by the frequency of occurrence 
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of <J-rays along the tracks. iJ-rays of 20 keV energy are clearly visible in C 2 emulsions, 
corresponding to fragment velocities of ;?>0-14 (velocity of Mght as unity). The 
(J-ray frequency, when plotted against the residual range of the particle, passes 
through a broad maximum, proportional to Z^, where Z is the charge on the particle. 
This gives a very simple and accurate method for determining Z. The maximum 
occurs at for 20 keV (J-rays Unfortunately, most fragments observed have 



Figure L (^-ray cut-off range plotted against charge Z , for various ^-ray energies. 
-not allowing for thinning-down effect. — allowing for thinning down. For explana¬ 
tion of and pQ, see text. 

velocities well below this value, and the few high-velocity fragments do not usually 
have sufficient path-length in the emulsion for one to observe the maximum in the 
(J-ra^T^ frequency. In such cases, the observed frequency over a short section of the 
total range of the particle only enables one to put a lower hmit to the charge. 

(ii) 8-ray cut-off. The 'cut-off’ in 5-rays of velocity greater than 2 ^ should occur 
at a residual range of the fragment given by the range-velocity relation 
Bs ~ M jZ^f{^), where M is the mass of the fragment, if we neglect effects of reduction 
of effective charge due to capture of orbital electrons by a highly charged fragment 
as it slows down. If we assume M = %Z, then for 5-rays of more than a given energy, 
B^az\\Z. This simple relationship is indicated by the dotted curves in figure 1 . The 

36-2 
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cnrTes ia tbis figure were calculated making allowance for the effect of 
thinimig down (see below), from which it is apparent that the range becomes very 
insensitive to changes in Z for values of ^ > 5. Apart from this disadvantage, there 
remains the experimental uncertainty in determining R^. The latter must obviously 
be rather ill-defined because of {a) the impossibihty of restricting the d-ray counts 
exclusively to electrons of more than a certain definite energy, and (6) ‘straggling’ 
due to the fact that the orbital velocities of the electrons are not always small 
compared with /?. Further, except in the case of very heavily charged fragments, the 
intensity of cJ-rays along the track in the neighbourhood of the cut-off is so low that 
the average separation between consecutive 5-rays, and therefore the uncertainty 
in determination of the cut-off range, constitutes a considerable fraction of the 
cut-off range itself. The advantages of the method he in the fact that an accurate 
5 -ray count taken over a great length of track is not required, and that it is apphcable 
to all fragments of /?> 0*14 of which the tracks he completely m the emulsion. In 
many cases it serves as a useful check on charge values determined by other methods. 

(in) Gap counting In applying the two methods described below, both of which 
measure effectively the grain-density of the track of a fragment, it is to be noted that 
the shrinkage of the emulsions, during processing and drying, increases the apparent 
grain-density of steeply dipping tracks. This is owing to the fact that when a track is 
almost ‘solid’, a longitudinal compression of the silver filaments results in a lateral 
broadening. The thicknesses of tracks of a-particles from radio thorium ‘stars’ have 
been determined by planimeter measurements (see below). The increase in thickness 
with dip angle §5 is found to be quite small for ^<30°. Only the tracks of heavy 
fragments fulfilhng this condition have been selected for measurement. 

Since the tracks of a- and heavier particles are practically ‘ solid ’ for the velocities 
which we have to consider, discrimination between the two can best be performed by 
comparing the number of gaps in a given residual range, rather than the number of 
grains. As in gram-counting, the specification of a gap is almost entirely arbitrary, 
and depends on the optical system and observer. But if a certain convention is 
consistently applied, reliable results can be obtained. Figure 2 shows the results of 
gap-counting along the tracks of a-particles, ‘hammer’ fragments (®Li) and tracks 
appearing heavier than a-particle tracks. There is quite good discrimination between 
a-tracks and those of heavier particles, for residual ranges exceeding 30/6. The gap- 
count plot shows clearly the existence of nuclei heavier than Li emitted from stars. 
All the tracks represented in this plot were selected according to the criteria that 
(a) ^ < 30"^, (6) they ended in the emulsion layer, (c) they had a gap-count plot 
differing significantly from that of an a-particle in the same star also fulfilling 
conditions [a) and (6), The actual determination of charge of heavy particles 
revealed in the gap-count plot is exceptionally difficult, but an attempt at this has 
been made as follows. 

(iv) TMn-dotm length, A stripped, highly charged nucleus, in coming to rest in the 
emulsion, will capture orbital electrons as it slows down. This loss of charge results 
in a decrease in ionization, which, if sufficiently great, will lead to a reduction of 
thickness, or ‘thinning-down’ effect along the track. One can define a ‘thin-down 
length’ L as the average range at which the fragment, initial charge Z, captures its 
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first orbital electron (Freier, Lofgren, Ney & Oppenheimer 1948 ). Taking a simple 
Bohr model (Bohr 1941 ), it can be assumed that the fragment picks up an electron 
when it has velocity equal to that of the electron in its orbit. The fragment velocity 

is thus - 15 when its instantaneous charge is 2 ^. Here v is an effective total 

V \i.olj 

quantum number, as used in the Thomas-Fermi model. For the X-shell, 1, as it 
is also for the outermost electrons ( 2 == 1). In the intermediate region v^Z^. Freier 
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Figure 2. Results of gap-counting along tracks m C2 emulsion. O, ol tracks; 

X , hammer tracks; taper tracks. 





o 

o 

o 

o 








: 

; 










o 








o 

o 









1 

o o 









o c 

> 









o 

OO ( 

o 








O < 

8 8 




• 

• 




o J 

00 < 

o 

b o 


• 


• 




< 

V 

> 

^ • 

- 

• 1 

m 

• i 

i 




eft) 8& y 

f s g ; 

1 

. 







f: : ■ 


1 








40 80 120 160 

range (1 divn. = l*45zf) 


et aL assumed p = 1 in ah cases. This seems a fairly good approximation to use with 
a simple picture, provided Z is not too large. Assuming loss of charge to be a con¬ 
tinuous process, and the mass 31 = 2Z, one obtains for the thin-down length, in 

microns, L=0-7Z\ (1) 

by using the known range/velocity relation for protons and a-particles. This formula 
would not of course hold for high values of Z (e.g. uranium fission fragments) where 
the average value of v is more nearly Z^, and the index in (1) becomes only slightly 
greater than unity, and where, furthermore, nuclear stopping is very important. 
The relation (1) is probably not incorrect by more than a factor of two for Z< 10. 
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The experimental determination of L is rather difficult. First of all, the true 
thinning down may easily be confused with an apparent thinning down due to 
‘projected’ <J-rays. The primary particle knocks-on (J-rays, with a maximum range 
decreasing with primary velocity When the 5-rays are slow% they do not appear as 
distinct but merely as ‘ blobs ’ w^iuch are indistinguishable from the general ^ buckled ’ 
structure of a solid track. They thus produce an overall thickening of the track, 
which decreases with decreasing residual range of the primary. This apparent 
thinmng down can be clearly seen along the tracks of the heavy primary particles of 
the cosmic radiation. The projected 5-rays wiU make no contribution to the track 
thickness when their effective range (i.e. distance from point of origin to point of 
stopping) IS smaller than this thickness, which is for a-particles towards the 
end of the range We can therefore be quite certain that 5-rays have no thickening 
effect when their energies are less than 5 keV. The Hmit is more probably 10 keV, but 
in absence of a reliable relation between electron energy and projected range, it is 
difficult to be certain on this point 

The above considerations limit the region in which true thinning down could be 
observed, to L values less than about 70/t, and hence Z < 10. 

Quite apart, however, from confusion arising because of slow 5-rays, one would 
not expect satisfactory measurement of L for high Z values for the following reason. 
The residual range of a particle, initial charge Z, instantaneous charge z, is from (1), 
R — ^'iZz, If we assume, roughly, that the rate of change of track thickness, is 
proportional to the fractional rate of change of charge, then dtjdR cc 1 /iJ, so that most 
of the thinning would be at the end of the track. 

In 02 plates, no tracks of very heavy fragments have been observed, which allow 
of an independent determination of charge, so that it is not possible to check formula 

(1). Planimeter measurements on five ‘ hammer ’ tracks due to ®Li nuclei, gave a mean 
L value of so that the formula appears correct in order of magnitude. In order to 

determine the thin-down lengths experimentally, drawings were made from enlarge¬ 
ments of Kodaline film negatives, which were themselves photomicrographs obtained 
with a projection microscope. The total magnification obtained was about x 9000. 
The drawings were subdivided into short lengths and the area of each interval mea¬ 
sured with a planimeter. In figure 3 is showm the result of planimetering the track 
of a heavy fragment. The tapering effect is clearly demonstrated. L is estimated at 
roughly 25/t, giving ^ = 6. The measurements in figure 4 were taken from the tracks 
of an a-particle, ®Li hammer fragment and a heavier fragment, all occurring in the 
same star. Although, for the thickest track, there is a marked increase m thickness in 
the first 50// from the end, projected 5-rays produce an additional thickening at 
longer ranges 

We summarize below the methods used for determining the charges of heavy 
fragments in various velocity ranges (all fragments must come to rest in the emulsion): 

(1) /? > 0*2; 5-ray frequency. 

(2) 0-2>^>0‘14:5-ray cut-off; thin-down length. 

(3) jff < 0* 14:if R <L, Z m indeterminate 

Since one requires a length of unth inn ed ’ track to compare with the thinned 
down portion, we have taken the limit at J? = Further, aU fragments of JS < 30/<^ 
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are excluded since one cannot discrimmate between them and a-particles by a gap- 
count. We have therefore 

(i) R>2L and > 30/*, Z determined by thin-dovm length. 

(ii) ^ ^ I Z indeterminate. 

(iii) L appearing greater than 70/*; 10 but otherwise indeterminate. 



range (/*) 

Figueb 3 Figxjee 4 

Figube 3. Planimeter measurements along highly magnified image of track of fragment 
of charge Zc:i 6. I, error on planimeter reading. 

Figttbe 4. Comparison of planimeter measurements on tracks of a-particle, ®Li hammer, and 
heavier particle emitted from a single star, x , a-particle; O, hammer (®Li); #, heavy 
particle. 

The following example is illustrative of the methods above: 

13-branch star (see figure 11, plate 10). 

Track (1). a-particle (range = 95/*): gaps in 6-3/* intervals from end: 

2, 2, 4, 2, 4, 3, 2, 1, 3, 2, 2, 3, 2, 4. 

Track (2). Range = 250/*. 

(а) Gap count: 0,0,0,0,1,0,1,1,1,0,2,1, etc. Therefore heavier than a-particle. 

(б) 5-rays of 20keV observed (hence ;5>0T4) up to 160/* from end of track. 

Thus 8. 

(c) 5-rays in first 63/* of track =18. Maximum in 5-ray frequency along track 

of fast a-particle is 2*05’s/63/* mterval. Therefore 6. 

(d) Thin-down length = 50/*(i2>2L), hence Z=^9, We conclude that Z = 9, 

the fragment having energy 220 MeV and velocity= 0T7. 

Track (3). Range = 4,6ju(R>30/i), 

(a) Gap cotmt: 2, 1, 0, 0, 0, 0, 0. Therefore heavier than a-particle. 

(b) No 5-rays, hence jd < 0T4. 

(c) Thin-down length = 2L), giving Z = 5, energy 28 MeV and=0-08. 



D. H. Perkins 


406 

When the charge Z and residual range 5 of a fragment are known, the energy 
can he calculated from the following formula, which takes account of thinning down: 

I = 0-20(2i?)« ” - 0-07 ^2, (2) 

where E is in MeV, B in microns. The full curves of figure 1 were calculated from this 
formula. If is the primary velocity for ^-ray cut-off, the energy and hence 
cut-off range Bg can be found for any given value of Z. Formula ( 2 ) holds as long as 
y?, exceeds the pick-up velocity = 2/137. When the instantaneous charge 

z of the fragment at the cut-off is given by (2/137). Thus B^ = Zjz x (thin-down 
length of fragment of initial charge z, msiss 2 z). Since z is fixed for a given B^ 
increases linearly with Z in the region /?o> A- 

B. Go emulsions 

The electron-sensitive Go emulsions are, generally speaking, less satisfactory than 
the less sensitive C 2 emulsions for recording of star fragments. G5 emulsions were 
employed chiefly with a view to investigating possible connexions between splinter 
production and penetrating showers (§7). 

The great advantage of electron-sensitive plates is that (^-ray counting along 
tracks of high-velocity splinters is much easier than in C 2 plates. This is offset by 
the much poorer discrimination between heavily ionizing fragments in the more 
sensitive emulsions. Since all tracks of such particles are completely ‘solid’, the 
gap-count method for differentiating between a-particles and splinters cannot be 
used. For the same reason, the thin-down effect along tracks of all but the very 
highly charged fragments is almost obscured. Thus a large proportion of the low 
velocity fragments in G5 plates escape detection. 

2 *2. Identification of unstable splinters 

In the preceding section has been considered the problem of identifying heavy 
fragments from stars, when their internal energy is low so that they remain stable 
against heavy-particle emission during the time required for them to come to rest 
in the emulsion. Since this time is of the order of sec., it would appear that the 
only activity in general possible for these fragments after coming to rest is either 
y-emission involving high spin change (octopole or higher order radiation) or 
^-decay (followed possibly by delayed heavy particle emission, as in uranium 
fission). None of these processes is in general observable in C 2 emulsions; /?-decay 
is inferred from the subsequent a-disintegration in the case of ^Li ‘hammer’ tracks. 
In G5 emulsions, such yff-decay is directly observable. One example has been found 
of a very heavy fragment ( 2 =^ 8 ) which emits a y?-particle after coming to rest. 

However, we may expect that sometimes a fragment may be emitted with 
sufficient internal energy to give rise to heavy-particle emission directly. The hfe- 
time for such processes will almost certainly be less than IQ-^^sec., so that the 
fragment will not leave an observable track in the emulsion before it disintegrates. 
In the few cases observed where the track of a heavy fragment ends in a star of heavy 
particles, it is not at present possible to say whether the nucleus itself undergoes 
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disintegration after a remarkably long lifetime, or whether it produces a star by 
impact with one of the hght emulsion nuclei (Lovera 1947 ; Schopper 1947 , Hodgson 

& Perkins 1949 ). 

If the excitation energy of the fragment is just suflS.cient to overcome the binding 
energy of its constituent particles, the latter will appear to emanate from the star in 
a narrow cone. The fragment may therefore be identified in those instances where 
an energy level of the excited nucleus happens to he just above the disintegration 
energy, and where a disintegration solely into charged particles is a highly probable 
process. A rough calculation shows that, owing to the relatively wide spacing of 
energy levels in light nuclei in such excited states, the probability of observing these 
cones wiU generally be quite small. 

A complete statistical analysis of the tracks from stars, for cones of aU sizes, has 
not yet been attempted; only the simpler analyses for two- and three-particle cones 
have at present been carried out. 

(i) ®Be 2 ^He disintegration 

A well-knowm example of a nucleus fulfilling the above conditions is ®Be, in which 
the binding energy of the two a-particles m the ground state is small and negative. 
When ®Be is emitted from a star, it will possess either even or odd angular momentum, 1. 
If I is even, the nucleus will disintegrate spontaneously into two a-particles, pre¬ 
sumably after surmounting the potential barrier of the parent nucleus. The 
lifetime of ^Be has been estimated by Wheeler ( 1941 ) at 10 “^^ sec. If I is odd, the 
two-a disintegration is forbidden and only y-transitions are possible. When I is 
small, the lifetime for y-emission is of the order of 10 “^^ sec., so that the ®Be will 
disintegrate into two alphas before it has had time to leave an observable track in 
the emulsion. Only in the case where I is large and odd, and y-emission involves a high 
spin change, will the nucleus come to rest before undergoing de-excitation; this will 
be foUow’-ed immediately by the a disintegration, giving rise to a 'hammer’ track. 
In electron-sensitive plates, these will appear as hammer tracks unaccompanied by 
a /?-particle, and hence not due to ®Li. 

Where the ®Be disintegrates immediately after leaving the nucleus, the resulting 
a pairs should produce an anomalous angular and energy distribution of a-particles 
from stars. 

The observed number of pairs of a-particles, each l;>dng completely in the emulsion, 
with angular separations in azimuth Ad and dip A(^, have been compared with the 
numbers to be expected from a random distribution. Table 1 refers to a sample of 
stars in C 2 emulsions. 

Table 1 


star prong number 

17-31 

12-16 

7-11 

total 

Ad. 

^ V expected 

7 

6 

1 

14 

2*1 

1*5 

0*4 

4 

AO A j f observed 

9 

13 

3 

25 

A^<20°< ^ , 

^ (^expected 

8*5 

6*4 

1*5 

16*4 


The expected numbers of random coincidences were computed using the observed 
dip angular distribution of aU a-particles coming to rest in the emulsion. We see that, 
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for A 6 >, < 10 % the observed number of pairs is significantly greater than the 

expected number. In figure 5 is shown the frequency distribution of the ratio x of 
the energies of each pair of a-particles separated by an angle a< 10 . It is quite 
diSerent from the random distributions to be expected if the energies were inde¬ 
pendent (a Maxwellian tjqie of energy spectrum was assumed for evaporating 
a-particles; Perkins 1950 ). We assume that all the a pairs with separation a< 10 ° 
arise from disintegration of ^Pe, and calculate the excitation energy from the formula 

e = \(Ej^ + E.;,-^ V(-®i ^2) 00s a), 



it’= energy ratio excitation energy e (MeV) 

Figtjbe 5. The histogram indicates the observed frequency distribution of the ratio x of 

energies of pairs of a-particles of separation <10°. - ‘random’ distribution 

w{x) dx= o-ixKl + x)^ di\ 

Tigtjbe 6. Distributed in excitation energy, e, of ®Be fragments emitted from stars. The 
dotted curve is the expected apparent distribution due to* unassociated ‘random’ 
a pairs. 

where E^, are the energies of the a-particles. The distribution of e is shown in 
figure 6 . The ground-state of ®Be is known to be unstable to a-disintegration by 
'^^lOOkeV, and indeed most of the values of e are grouped around this figure 
(100 ± 30keV). The observed spread can be attributed to straggling and scattering 
along the a tracks, errors in measurement of a, and to a small extent, random 
coincidences. The fractional error in e due to straggling is of the same order as the 
straggling itself, i.e. 3 % for the energies considered; that due to uncertainties in 
a is up to twice the fractional error in a. The latter is estimated at 10 % on the 
average, so that we expect a total' straggling' in e of at least ± 25 %. This is reasonably 
consistent with the observations. 

The first excited state (also of 1 = 0) of ®Be is known to be 2*8 ± 0*8 MeV; three of 
the four remaining values of e are attributable to this state. The possibility camiot, 
however, be excluded that such a small number of events may be due to random 
coincidences. The apparent distribution in e due to these is shown by the dotted 
curve. It seems likely therefore that the three values of e between 2 and 3 MeV are 
genuine examples of excited ®Be. 
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The angular distribution of the a-particles in Z = 0 states should be isotropic in the 
centre-of-mass system, and for values of e< 150 keV (ground state) this is in fact 
found to be true. On the other hand, the condition a < 10°, ivlnlst not important for 
disintegrations from the ground state, restricts observations in the case of the 
3 MeV state to those pairs m which the a’s fly off in nearly the same direction as that 
of the original ®Be nucleus. If we apply a rough correction factor, we then obtain 
the followmg data for the emission frequency: 

number 

ground state (100 keV) 14 ± 3 

excited state (3 MeV) 20 ± 11 

total 34 ±11 

Of course we have no information about possible higher excited states; the angle 
of divergence of the cl pair would be so great as to be always obscured by random 
coincidences. 

(h) -> 2 ^He + disintegration 

Up to the present, three examples have been observed of the concentration in 
a narrow cone of two a-particles and a proton, all ending in the emulsion. The 
expected number of random coincidences of this type is less than 0*1. The dis¬ 
tinguishing feature of this process is that, as can be seen in figure 10, plate 9, the 
a’s and proton have nearly the same range, and hence practically equal velocities 
The following data are from one example: 



energy 



velocity 


(MeV) 

(dip angle) 

(azimuth) 

(X 10® cm./sec.) 

alpha 

18*2 

+ 3 

2 

2*87 

alpha 

19*0 

-3 

4 

2*93 

proton 

3*95 

-1 

0 

2*67 


It seems highly probable that these cones represent the spontaneous disintegration 
of assumed to be of the form 

i->24He. 

Denoting by rj the instability of the ^B m its ground state with respect to dis¬ 
integration into a proton and ^Be, ijr the angle between the direction of the ®Be and 
the proton in the plate system, and E^ their energies, we obtaia 

V ~ i 'h ^Bel^ ■” ^ ^Bel^ * 

We thus find tj = 50, 90 and llOkeV in the three cases. These values agree well 
with that from mass tables of 160 ± 90keV (Rosenfeld 1948 ). 

(iii) - 5 ^ 3 ^He disintegration 

Two probable examples of the emission of excited carbon 12 as a group of three 
a-particles have been observed. The expected number of such cones, that is, random 
coincidences of an a with a two-a pair, is 0*5. One cannot of course draw definite 
conclusions from such a small number of events. They are phenomenologically not 
.striking as the cases of ®B 'cones' described above, the angular divergence being 
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mucli greater (- 10° semi-angle). From the binding energy of a-particles m and 
their energies and directions m the laboratory system, we calculate the excited state 
of and obtain values of 8*7 and 9 - 3 MeV in the two cases. The error is - 0*5 MeV 
and arises cMefly from errors in measurement of angles of dip. The known levels in 
above the disintegration energy (7*4 MeV), are 9*5, 16*1 MeV, etc. The dis¬ 
integration in each case is found to proceed by the stage -> ®Be -f ^He, where the 

^Be is in the ground state. 

(iv) -> 4 ^He disintegration 

One example has been observed of the emission from a star of two ^Be cc pairs. All 
four a tracks had practically zero dip-angle. One cc pair gave an e value of 90 keV 
(ground state), the other 2*25 MeV (first excited state). The separation between the 
^Be fragments was 28°, their kinetic energies 44*9 and 49*8 MeV From these data, 
one can calculate the excitation energy of an ^®0 fragment breaking up into two ®Be 
nuclei. The level found is 22*85 MeV; owing to the very favourable geometrical 
conditions for measuring the cc tracks, the error in this figure is only a fraction of 

a MeV. It agrees well with the known level in ^^0 at 23-91 ^ MeV, determined 

by Xewson studying the yield from the reaction. 

3. AiTAXYSIS OF RESULTS 

3-1. Frequency distribution of fragments from stars 
Owing to the impossibihty of identifying short-range fragments of low' charge m 
G 5 emulsions, we restrict our observations first of all to the results from C 2 plates. 
Numbers of fragments, both stable and unstable, are given in table 2 , wdiere the stars 
have been divided into different ranges of prong number. The estimated true 
fi’equencies of fragments are given in brackets; they are obtained by applying 
correction factors for (a) geometrical loss of long tracks out of the emulsion layer, 
(b) restriction in dip angle {<f < 30°), on the assumption that the distribution of 
tracks is isotropic. This point will be further discussed below. The loss factors for 
particles of a particular charge were obtained from the mean observed range of 
particles of that charge. 




Table 2 




prong no. 

7-11 

12-16 

17-21 

22-30 

total 

no, of stars 

58 

75 

46 

10 

189 

Z = 3, 4 

2 (7 ±5) 

10 (38 ±13) 

11 (40± 12) 

2 (7 ±5) 

25 

Z = 6 

2 (2 5 + 2-5) 

5 (13±5-5) 

5 (13±5-5) 

1 (2-5 ±2-5) 

12 

Z = 7, 8, 0, 10 

0(0) 

1 (4±4) 

3 (12±7) 

1 (4±4) 

5 

<^-ray tracks 

0 

0 

3 

0 

3 

imidentified 

2 

2 

5 

0 

9 

total frequency 

5/58 

18/75 

27/46 

4/10 

— 

(observed) 
corrected frequency 

0*20 ±0*10 

0*75 ±0*20 

1*5 ±0-4 

1-4 + 0-7 

_ 

per star 

mean charge on ejected 

4-1 

4-4 

47 

5-3 

— 


fragments 
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The row marked ^ <5-ray tracks ’ refers to those fragments of high velocity passmg 
out of the emulsion layer, on which the <J-ray count indicated a charge significantly 
greater than 2 . The ^unidentified’ tracks were those along which thinning down was 
unobservable or very uncertain. The number of fragments per star is seen to increase 
very rapidly with prong number. Although the statistical error is large, the average 
fragment charge does not appear to change rapidly with excitation energy 

The number of fragments of various charge, independent of size of star, are given 


in table 3. 




Table 3 





Z 

3 

4 

5 

6 

7 

8 

9 

10 

observed 

corrected 

7 

14±5 

18 

78 ±19 

7 

17±6 

5 

14±6 

1 

4±4 

2 

8 ±5-5 

1 

4±4 

1 

4±4 


Here we see immediately the great preponderance of fragments of charge 4 (mostly 
®Be) as compared with charge 3. This applies even if we halve the corrected number 
of ®Be fragments, in order to consider only those cases of ®Be in the ground state. 
This seems to support the view that not only a-particles but also 'a-particle nuclei’ 
may exist temporarily as subunits inside the nucleus (Wheeler 1941 ). In this table, all 
hammer tracks are assumed to be due to ®Li fragments. 

Comparison has been made of fragment frequencies in stars in C 2 and G 5 emulsions. 
Alio wing for the different sensitivities and thicknesses of the two types, the frequencies 
in stars of comparable sizes are found to be in good agreement. 

Table 4 gives the frequency of emission of fragments as a function of excitation 
energy. We must differentiate here between the total energy released in the explosion, 
i.e. the kinetic and binding energies associated with aU the ejected particles, except 
the showier particles, and the energy which goes into surface and volume vibrations 
of the nucleus. It is reasonable to assume that, like the shower particles (§3*4) fast 
protons and neutrons knocked directly out of the nucleus by the incident particle 
have no part in the 'fission’ process. The energy, U, appropriate to the latter has 
therefore been estimated by considering only the so-caUed 'evaporation’ particles, 
i.e. those with energies below 25 to 30MeV. 


Table 4 




r C2 

prong no. in- ^ 

V. vx 5 

7-11 

12-16 

17-21 

22-30 

8-13 

14-19 

20-25 

26-35 

charge carried by emitted particles (except 
shower particles) 

14 

24 

31 

40 

total excitation energy (MeV) 

900 

1700 

2700 

4000 

JJ = energy required to release particles of 
energj^ below 25 MeV 

370 

600 

950 

1-5 ±0-4 

1-4 ±0*7 


corrected (stable) fragment frequency 0*2 ± 0*1 0*75 + 0-20 1-5 ± 0*3 

per star 

approximate initial temperature (in MeV) 54 7 9 


The bmding energy of a silver or bromine nucleus is 750 MeV. When U is less 
than or of the order of W, the fragment frequency increases very rapidly wfith U. For 
U ^ 900 MeV, fission has become the dominant process and there appears to be no 
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foxtlier significant increase in frec^nencA^ for higher excitation energy. 0 note that 
the disintegrations involving more than 20 prongs m C 2 emulsions lead to complete 
breaking up of a bromine nucleus, and almost complete disintegration of silver. Thus, 
vrhen the prong number is such that the charge carried away by the protons and 
a-particles approaches the limit imposed by the atomic number of the nucleus, we 
would expect a decrease in fragment fi:equency. 

3 * 2 . Velocity distribution of fragments 

Table 5 shows the average fragment velocity as a function of charge Eesults are 
from both C 2 and G 5 emulsions. If we assume that the Coulomb repulsion between 
a splinter and the parent nucleus is roughly proportional to Z(41 — Z), where 41 is an 
average atomic number for Ag and Br, and that the Coulomb barrier for a-x^articles 
is lOMeV (Perkins 1949)3 then the velocity correspondmg to the electrostatic 
repulsion is given by 


z 

2 (a’s) 

Table 5 

3 

4 

5, 6 

7, 8, 9 and 10 

average obs. velocity 

0*079 

0*087 

0*093 

0*095 

0*133 


0*075 

0*074 

0*073 

0*071 

0*069 

no. of fragments 

— 

15 

23 

16 

7 


Most of the firagments, therefore, have kinetic energies well in excess of the barrier 
repulsion. There is some evidence for a trend of increase of emission velocity with 
increasing charge, but it is dif&cult to be certain on this point, in view of the number 
of restrictions imposed in selecting the tracks. 

One fragment each of Li, Be and B have been observed in the stars in G 5 emulsions, 
all with ranges above 700/f, and velocities P of the order of 0*2 or more. Fragments 
of similar charge and velocity have been observed by Sorensen ( 1949 ). It is not 
possible to say whether these fragments form a Hail’ to the main distribution or are 
to be considered as generated in a quite different process from that responsible for 
the majority of the splinters. 

3*3. Angular distribution of fragments 

For C 2 plates, the angle 0 which the projection of a fragment in the plane of the 
emulsion makes with the downward vertical has been determined. These plates 
were exposed vertically at 11,000 ft., where the star-producing radiation is fairly well 
collimated. 6 therefore measures effectively the projected angle which a fragment 
makes with the incident particle. The Go plates were exposed at 80,000ft., where 
the star-producing radiation has a very wide zenith-angle distribution. However, 
75 % of the large stars are produced by ionizing particles, so that in most cases, 
d can again be determined. The distribution for a-particles (all velocities), fragments 
of velocity ^ < 0*14, and /? > 0*14 are given in figure 7. The a-particle distribution is 
almost isotropic- On the contrary, that for fragments of 0*14 is very strongly 
'sideways’ with respect to the incident particle. There is a fractional downward 
excess of only 21 ± 13 %; whilst the high-velocity fragments, especially those Imown 
to be of ^ > 0 * 2 , are strongly collimated in the direction of the star-producing 
radiation. In what follows, we shall refer to this direction as 'downward’. 
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It is perhaps significant that the average downward component of velocity* of the 
fragments in figure 76, 0*02 ± 0-01, is roughly equal to the downward velocity of the 
parent nucleus during the disintegration, also ^0*01 (Perkins 1950). As yet the 
evidence is insufficient for proof, but if these two facts are connected, then we could 
make the important conclusion that emission of fragments 111 this group takes place 
from the moviiig nucleus after it has received its full energy transfer. This h}q)othesis 
does not of course hold for the high-velocity group (figure 7 c). 





projected angle with downward vertical (0) 

Fioijbe 7. Projected zenith-angle distributions of fragments from stars, (a) a-partieles 
(practically isotropic), (6) heavier jfragments of velocity (c) fragments of 

> 0* 14; fragments of ^ > 0*2. 


3*4. Splinters and meson showers 

From the data in Go plates, we can decide whether or not there is any connexion 
betw-een production of star splinters and that of meson showers. We divide the stars 
into two groups, characterized by the numbers of shower particles present: 

no. of shower particles per star 


proportion of stars showing fragments 


^3 

(mean= 1 4) 
0-20 ±0*05 


^4 

(mean =7*1) 
0*25 ±0*07 


There is thus no significant difference in the splinter frequency in stars containing 
large or small numbers of shower particles. 
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3 -5. Multiple splinters 

The observed frequencies of emission of different numbers of splmters in a single 
star are as follows. Results are taken from both C2 and Go plates. 

total no. of stars 350 

total no. of splinters 78 

no. of stars with 1 splinter 55 
no. of stars with 2 splinters 10 
no. of stars with 3 splinters 1 

In order to be identified, a splinter must have an angle of dip of less than 30 ° and 
be fairly stable, that is it must leave the nucleus entire or as a narrow cone of 
disintegration products. Thus, since many splinters will be too unstable to be 
observed, or have steep angles of dip in the emulsion, it is probable that the true 
ratio of 'double’ to 'single’ events is much greater than the observed value. In the 
ten two-splinter events, the pair of splinters are in eight cases directed to opposite 
sides of the vertical. From considerations of conservation of momentum, this may 
indicate that not more than two splinters (stable or otherwise) are usually emitted. 

An interesting feature regarding double or triple splinter events is revealed when 


velocities of fragments 

in a 

single star are 

compared: 


star 



6 

0*12 

8 

0-16 

1. triple splinter j 

J 

3 

0*08 

2. double splinter j 

(Z 

5 

0-08 

9 

0*17 

_ 

3. double sphnter j 

(Z 

4 

0-06 

5 

0-07 

— 

4. double splinter \ 

iz 

4 

0*09 

8 

0*11 

— 

5 . double splinter -i 

f2 

4 

0*10 

6 

0-09 

_ 


There is a distinct tendency, therefore, in an event in which two or more splinters 
are emitted, for the splinter of higher charge Z to have higher velocity This is quite 
opposite to the effect one expects from conservation of momentum. 

4. IXTERFRETATIOK OE RESULTS 

The conclusions which have been arrived at may be summarized as follows: 

(i) At high excitation energies, comparable with the total nuclear binding energy, 
a silver or bromine nucleus has a high probability, of the order of unity, of emitting 
one or more fragments. A fraction of these are stable; the remainder disintegrate 
spontaneously. 

(ii) These fragments generally have kinetic energies in excess of their energy of 
Coulomb repulsion from the parent nucleus. 

(iii) There is a strong tendency for the fragment to be emitted sideways from the 
incident particle. 

(iv) No particular correlation has been found between production of splinters and 
meson showers. 
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Figure 9. EmiSHion m a nuclear explosion of a ^Be nucleus in its ground state, with kinetic energy of 50 MeY The ^Be 
breaks up spontaneously into a pair of alpha-particles A with very small angle of separation C 2 emulsion. 
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Figure ]() P]H)t,()inicT(>graj)Ii of disnifegration loading to omission of a nucleus .4 in its giound state The fragment 
disintegrates into a i>roton anil two aliilia-partiolos of nearly eijiial range and \ eloeily C2 emulsion. 
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Fit^UHE 11. Two liea\y '^^plinters ejected in opposite directions in a single star The charge of 
particle (3) is ^ 5, particle (2) has charge 9 and shows ^-rays along the track (1) is the 
track an alpha-particle. C2 emulsion 

Fk^fee 12. Disintegration of silver or bromine nucleus by an incident proton J., ieadmg to 
emission of a ^Be a pair B and a heavj- fragment C. The charge of C is greater than 
ten units, and the track shows characteristic taper. Many of the remaining tracks of the 
star have not been photographed. G 5 emulsion. 
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(V) The mean charge on a fragment does not depend much on the excitation energy 
of the nucleus* The average charge is ~ 5 , the average kmetic energy - 50MeV. 

(vi) The average fragment velocity probably increases slightly with charge Z. 

4*1. The fission process 

The mam features of the above phenomena can be understood, quahtatively at 
least, ill terms of 'fission ’ occurring as a result of violent oscillations of the silver or 
bromine nucleus. 

At low excitation energies ?7, as is well known, the 'star’ phenomenon can be 
interpreted as a simple evaporation of the whole nucleus. For high values of 
U{> 500 MeV) it has been postulated (Harding, Lattimore & Perkins 1949) that the 
part of the nucleus struck by the incident particle may become so 'hot’ as to result 
in a prehminary local evaporation. On the other hand, Tomonaga (1938) has shown 
that, even at high nuclear temperatures, the thermal conductivity of nuclear matter 
is very high, and Fujimoto & Yamaguchi (1950a) consider that local evaporation is 
unhkely. At the same time, the viscosity decreases very rapidly with mcreasing 
temperature, so that both surface and volume oscillations are possible for high 
U values. 

The emission of fragments from a silver nucleus, as a result of purely surface 
oscillations, has been treated by Fujimoto & Yamaguchi (1950a), who point out 
that, owing to the decrease of surface tension with increase of temperature T, the 
fission width becomes comparable with the neutron width when the binding 

energy per nucleon. For T>B^ fission should become a dominant process. This 
result would hold for symmetrical fission of a hquid drop, as in the (quasi-static) 
Bohr-Wheeler theory. In the present experiments, the fission is strongly asymmetric, 
but, as can be seen from table 4, the condition T ^^^B for the threshold holds as before. 
Assuming the energy U to be concentrated only in surface waves, their amplitude 
has been calculated by Bagge (1938), but a correction is required to account for the 
dependence of surface tension on nuclear temperature. The order of magnitude of 
mass of an emitted fragment is a = (Ar^)^/^^, where ^(Ar^) is the r.m.s. increase irj 
nuclear radius, the nucleon radius. According to Yamaguchi (19506), 10 for 

a heavy nucleus (A = 100 ) at high excitation energy. The number of such nucleon 
ensembles would be (A/a)^ = 5, and theenergy of each would be 750/5 = 150 MeV 
(taking the excitation energy equal to the nuclear binding energy). The average 
kinetic energy of a fragment (treating it as one of a number of simple-harmonio 
oscillators) would thus be ^75 MeV. These values are in fair agreement with the 
observations. However, such a thermodynamical model will only be strictly valid 
when U is less than the total nuclear binding energy. At the very excitation energies 
at which fission becomes a dominant process, a rigorous theoretical treatment will 
hardly be possible. 

4*2. Angular momentum considerations 

It has been suggested by Telegdi ( 1949 ) that the emission of fragments may be 
viewed as a process which rapidly dissipates angular momentum. The fragment may 
of course carry this off both as orbital momentum and as intrinsic spin. The incident 
particle will usually strike the nucleus to one side of the centre and therefore possess 
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considerable angular monierituni with respect to it. It is, however, difficult to 
understand how the primary can transfer so much angular momentum to the nucleus 
that it cannot be dissipated by simple evaporation. It is worth noting that the 
angular momentum carried by a fragment will in general be considerably higher than 
that of a single emitted nucleon, and that if some of the fragments are built up of 
a-particle clusters, an anisotropic angular distribution might well result. 

4*3. Long-range forces 

One of the most significant results of the present investigation is that fragments 
are emitted with kinetic energies far in excess of their Coulomb repulsion. One has to 
explam, for example, how a nucleus of charge Z = 8 can acquire an energy of 
200 MeV, when its electrostatic repulsion from the parent nucleus is only 50MeV 
at most. 

The absence of correlation between splinters and meson showers appears to pre¬ 
clude the hypothesis put forward by Heisenberg ( 1949 ). Heisenberg suggests that 
the 'turbulent effects’ resulting from production of a meson shower, act as a ' gruel’ 
which can drag out relatively large fragments from the parent nucleus. This is also 
not substantiated by the angular distribution of most of the splinters. 

The forces responsible for fragment emission must clearly be stronger than the 
Coulomb forces. At the same time they must possess the long-range property of the 
latter, in order to act on an agglomerate of up to twenty nucleons and eject them with 
a very small internal energy, so that the fragment remains stable. 

In conclusion, it may be remarked that the simple relativistic collision between 
two free nucleons has not yet been treated satisfactorily from a theoretical stand- 
jooint, an immediate solution of the corresponding problem of interaction between 
nucleon aggregates at high energy, is therefore hardly to be expected. 

It is a pleasure to thank Professor C. P. Powell for extending to me facilities at the 
H. H. Wills Physical Laboratory, University of Bristol, during the later stages of 
the investigations; Dr E. P. George, of Birbeck College, University of London, for 
a generous supply of 'giant’ stars in C 2 plates; and Professor Sir George Thomson, 
for valuable discussions and advice. 

{Note added in proof. Since this paper was communicated, J. Crussard (U.i?. 
Acad, Sci,, Paris 1950 , 231, 141) has published observations on the emission from 
stars of ®Be in the ground state, in the form of a pairs. His results agree with 
those in § 2-2 (i).] 
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The derivation of a model solar chromosphere from radio data 

By J. H. Piddingtoit 

Division of Radiophysics, C.S.I.R.0 , Australia 

{Communicated hy Sir Edward Appleton, F.R.S.—Received 13 July 1949 — 

Revised 20 March 1950 ) 


An empirical relationship between the equivalent black-body temperature of the sun’s dis i 
and the radio-frequency is derived from experimental results The formula is applicable for 
frequencies between about 600 and 24,000 Mc./sec An expression for the absorption coefficient 
of radio waves m the solar atmosphere is developed so that, by Kirchhoff’s prmciple, it is 
possible to determine the emission from each level and hence the overall emission m terms of 
known or assumed conditions. The coronal and chromospheric components of radiation are 
separated and their distributions over the solar disk are determined theoretically. The 
conclusions are compared with expermiental results and foimd to be in sufficiently good agree¬ 
ment for the present purposes. 

From the reduced radio data an equation is derived relatmg the optical depth of a given 
level m the chromosphere with electron temperature at that level. Optical depth may be 
expressed as a function of electron temperature and density so that the equation may be used 
to check the validity of any proposed model chromosphere. 

By combmmg the radio results with optical data in the form of mtensities of spectrum 
imes at various levels a determination of electron density and temperature over a range of levels 
from about 5000 to 15,000 km. is made. The radio results are difficult to reconcile with 
Redman’s estimate of an electron temperature of 30,000° K at 1500 km. A marked departure 
from conditions of hydrostatic equihbrium is mdicated. 


1. Introdrctton 

Martyn (1946,1948) and others (Pawsey & Yabsley 1949; Ginsburg 1946; Waldmeir 
& Miiller 1948) have shown that most of the radio-frequency radiation from the quiet 
(relatively spot-free) sun is thermal. It seems safe to assume this over the frequency 
range (600 to 24,000 Mc./sec.) discussed below. Using the best available estimates of 
temperature and pressure, Martyn determined the absorption coefficient for radio 
waves throughout a range of levels in the solar atmosphere. The application of 
Kirchhoff’s law then allowed the emission from each layer to be determined and hence 
the total emission for each of a series of annuli on the solar disk. At the lower 
frequencies, the corona was found to be a partial reflector, the refractive index 
departing sensibly from unity, and absorption occurring mainly at the turning point 



418 


J. H. Piddington 

of tlie rays, such cases will not concern us here. At the higher frequencies the optical 
depth r becomes large before appreciable refraction occurs. Martyn’s results give 
the distributions of intensity across the disk at each frequency, and of average 
intensity with frequency for the whole disk. The available experimental results are 
in general agreement with Martyn’s predictions; limb brightening is found (Pidding¬ 
ton & Minnett 1949 a: Minnett & Labrum 1950, Piddington & Hindman 1949), as 
predicted, but the quantitative agreement between theory and observation is not 
close, partly because of the approximations used and partly because of insufficient 
knowledge of chromospheric pressures and temperatures. 

In this paper the inverse of Martyn’s problem is attempted, using recent measure¬ 
ments of average emission intensities over the solar disk we try to determine chromo¬ 
spheric conditions. To do so we must first find the distribution of chromospheric 
emission with frequency at the centre of the disk. For the (radio) frequencies con¬ 
sidered, most of the emission comes from the chromosphere,* but there is a coronal 
component whose average intensity over the disk must be computed and subtracted 
from the data. The residue is the chromospheric emission averaged over the disk. 
From the known frequency distribution of this radiation it is shown that the dis¬ 
tribution over the disk at each frequency may be determined and hence the (required) 
intensity distributit a at the centre of the disk. The estimates of the distribution of 
total radiation over tne disk which result incidentally are compared with experimental 
observations and found sufficiently good agreement for the present purposes. 

Using the radio-frequency emission spectrum from the centre of the disk an 
integral equation may be set vip relating observed intensity of emission to electron 
temperature and optical depth, both unknown functions of height above the photo¬ 
sphere. Fortunately, this equation can be solved uniquely and exactly so that we can 
relate electron temperature and optical depth. Since optical depth may be expressed 
as a function of electron temperature and density we have determined a relationship 
between these two quantities, dependent on radio data only. This does not provide 
height distributions of these quantities but provides criteria which any given model 
chromosphere must satisfy, and by combining it with certain optical data, electron 
densities and temperatures throughout a range of the chromosphere are found. 

It is also shown that the radio data are difficult to reconcile with Redman’s (1942) 
estimate of an electron temperature of about 3 x 10^ ° K at a level of 1500 km. They 
also indicate a departure from conditions of hydrostatic equilibrium. 

2. The obsekved intehsities oe emission 

Theintensity of radio-frequency emission of a black body is (within the temperature 
limits concerned here) linearly related to the temperature according to the Rayleigh- 
Jeans formula, so that equivalent black-body temperature may be used as a measure 
of radiation intensity. Its use is justified for certain radio-frequency problems 
because of the simple physical relationship between gas temperature and optical 
depth and equivalent temperature. It also provides a simple unit of intensity of 

* This region is defined here as extending from a few himdred to about 15,000 km. above 
the photosphere. 
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emission or ‘source brightness’. Eclipse observations (Minnett & Labrum 1950; 
Piddington ei aZ. 1949) indicate that at the frequencies under consideration most of 
the observed radiation originates on the visible disk of the sun. We will assume that 
all radio emission discussed below takes place from the visible disk, so that the 
average equivalent temperature of the disk is a measure of the flux density of 
radiation received on the earth. 

Measurements of flux density expressed as equivalent disk temperatures of the 
quiet sun have been made at frequencies between 600 and 24,000 Mc./sec. These 
results, together with the source of reference, are listed in table 1. 

Table 1 


frequency 
(Me /sec.) 

minimum 
equivalent disk 
temperature 
(° K X 10 ^) 

observer and reference 

24,000 

l-O-l-l 

Dicke & Bermger ( 1946 ) 

24,000 , 

1*0 

Piddmgton & IVIinnett (1949 a) 

9,400 

2-3 

Sander ( 1947 ) 

9,400 

1-7 

Mmnett & Labrum ( 1950 ) 

3,000 

5-4 

Piddmgton & Hmdman ( 1949 ) 

2,800 

5-6 

Covmgton ( 1947 ) 

1,200 

20 

see subscript* 

600 

50 

Lehany & Yabsley ( 1949 ) 


* Measurements by Lehany & Yabsley ( 1949 ) gave a value 10xl0^°K. More recent 
unpublished observations by the author and H. C. Minnett mdicated a value of at least 
20x10®®K. Ina private communication IMr Yabsley has informed the author of an experi¬ 
mental error in the early results which should be revised to about 2 0 x 10® °K. 



103 104 

frequency (Mc./sec.) 


Figube 1. Equivalent disk temperature plotted against frequency, a, observed equivalent 
disk temperatures. 6 , temperatures corrected for coronal contribution, c, temperatures 
at the centre of the disk. 




420 


J. H. Piddington 

The more recent measurements (Minnett & Labrum 1950) at 9400Mc./sec. are 
thought to represent quieter conditions and are accepted rather than the somewhat 
higher value foimd by Sander. The reference source is marked against each point, 
the 1200Mc./sec. value being marked with an asterisk. The equivalent disk tempera¬ 
tures plotted against frequency are indicated by circles in figure 1. The dashed curve 
a is drawn through the points. 


3. The absobptioh coefficient of badio waves in 

THE SOLAR ATMOSPHERE 

Under certain conditions, which are discussed in appendix 1, the absorption 
coefficient of electromagnetic waves in an ionized atmosphere is given by the 
weU-known expression, due to Lorentz, 

__ Ne^v, 

^ TTcmp' 

where N, e, m, v are electron density, charge (e.s.u.), mass and collision frequency, 
/is the wave frequency and c the velocity of light. For the frequencies considered and 
the appropriate levels the equation is found to be valid. 

In determining v, the presence of neutral hydrogen atoms is neglected, the 
question being discussed in appendix 1. 

Martyn {1948) has shown that an expression for v may be found from gas-diffusion 
theory. We find a sHghtly different (numerically) expression derived by Chapman 
& Cowling (1939, pp. 177 and 333): 


V 


V(2m) (kTJt 



where is the electron temperature, k is Boltzmann’s constant and the velocity 
distribution is Maxwellian. Substituting in equation (1) and inserting numerical 
values 

(2) 

where ^is a slowly varying function of and N given below. A similar expression for 
K may be derived from Gaunt’s (1930) quantum-mechanical treatment of radiation 
by free-free transition of an electron in the field of a proton, ^ being a slowly varying 
function of and/. Other values of ^ have been derived by Townes (1947) using 
Kramer’s classical derivation of continuous X-ray emission produced by bombarding 
nuclei with electrons and by Henyey & Keenan (1940) using quantum-mechanical 
methods. Values of ^ calculated from the various formulae and for several conditions 
of temperature, pressure and frequency are listed in table 2. 

Values of 0*07 and 0*10 will be adopted for ^ in the chromosphere and corona 
respectively. 
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Table 2 

value of ^ 



N=1 cm.~® 

A^= 10® cm.*~^ 

— -- ^ 

JV=10io cm.’® 


T = 10^ ° K 

T = 105 

T = 10^ K 

derivation 

/ = 1-8 X 10* see.-i 

/ =10® sec.“^ 

/ = 10io sec.-i 

Gaunt 

0-14 

0-14 

0-10 

Townes 

0-12 

0-10 

0-07 

Henyey & Keenan 

0*10 

— 

— 

present estimate 

0-12 

0-00 

0-07 


4. The corohal contribution to the equivalent disk temperature 

The coronal contribution to the equivalent disk temperature is found approxi¬ 
mately by considering the radiation from that half of the corona nearest the earth. 
This neglects a volume in the form of an annulus lying behind the sun (but visible 
from the earth), the cross-section of which is shown as area A of figure 2. The corona 



is also assumed to be optically thin even near the limb of the sun. The errors involved 
are not important for our present purposes as will be seen below. 

Consider an elementary volume of the corona in the form of a hemispherical 
shell concentric with the sun, of radius 7 j times the solar radius and thickness 
ds^l X cm. The surface area of the shell is 2?/^ times that of the solar disk, so 

that its contribution to equivalent disk temperature is 2?;^ times that of a flat shell 
of thickness ds covering the visible disk, that is, 2ifK%ds. The total contribution by 
the corona to the equivalent disk temperature is found by integration over suitable 
hmits: ^ 

— 27j^KT^ds. 

Let have the accepted value of 10®‘'K and N be given by Allen’s (1947} 

empirical formula: ^ ^ 108(1.557?-«+2.99r“)cm 
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The absorption coefacient k is given by equation (2), ^ having a value of 0-1. 
Substituting these values and integrating between the limits t] = 1-02 (a level of 
14,000km.) and oo we find ,.q2 x 10^® 

'^c ~ yi • (^) 


It wOl be found desirable later to have an estimate of the distribution of the 
coronal component over the disk. The region from which appreciable radiation is 
received is a shell of thickness only a fraction of the solar radius. The thickness of 
this shell when viewed at an angle 6 to the solar radius (along the line PQ of figure 2) 
is approximately proportional to secThe distribution of radiation may, therefore, 
be represented approximately by a sec & law, and the coronal contribution from 
a region defined by the angle 0 is given by 


2 ^( 0 ) = 


5-lx 


sec 0. 


( 4 ) 


The numerical constant in this equation is chosen so that the average value of 2), (0) 
over the disk is equal to 0^ given by equation (3). 

The distribution represented by equation (4) is reasonably accurate over a large 
part of the disk but obviously does not hold near the limb where an infinite value of 
Pj, would be indicated. The discrepancy is due to a neglect of self-absorption which 
must limit the equivalent temperature to the electron temperature and also to the 
geometrical error involved in using a seo 0 law near the limb. However, we are 
concerned primarily with the total coronal contribution and not its detailed dis¬ 
tribution, and this, as wfil be seen later, is probably given by (3) with sulB&cient 
accuracy. 

Values of calculated from equation (3) are given for the various frequencies in 
table 3. These are subtracted from the observed values of equivalent disk temperature 
to give the chromospheric component (Pj,) which is hsted in the fourth column. In 
calculating for 600Mc./sec. an allowance has been made for the absorption of 
chromospheric radiation by the corona which has an appreciable optical depth at 


Table 3 



observed disk 

frequency 

temperature 

(Mc./sec.) 

CK) 

24,000 

10,000 

9,400 

17,000 

3,000 

54,000 

1,200 

200,000 

600 

500,000 



chromospheric 
component of 
equivalent disk 
temperature 

C K) 

Tj, r K) 

180 

9,800 

1,150 

15,800 

11,400 

42,600 

71,000 

129,000 

284,000 

285,000 


this frequency. This has been done as follows: equation (3) gives the coronal con¬ 
tribution to the average equivalent disk temperatme, which, if the optical depth is 
taken as small, is equal to the product of the electron temperature (a constant 
10® °K) and the average optical depth. Hence the average value of t is 0-28, and 
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chromospheric radiation is reduced by a factor e^*^^ = 1*32. Thus the true corrected 
disk temperature is given by (500,000 — 284,000) 1-32 or 285,000. The above method 
of treatment has evidently begun to break down for frequencies near OOOMc./sec., 
but the results are approximately correct while at higher frequencies re-absorption 
is negligible. 

An empirical expression for 3^ which gives values approximating those in table 3 
for the three higher frequencies is 

Tjy = 4800 -f 1*2 X (5) 

This is shown as curve b of figure 1 , while the values of Tjy from table 3 are marked 
as filled circles. The curve is a close fit at the higher frequencies but falls somewhat 
below the lower frequency points. 


5. The distribution of chromospheric radiation over the disk 

Consider a thin spherical chromospheric shell concentric with the sun and of 
thickness dx. The optical depth when viewed in a direction making an angle 6 with 
the solar radius (the line PQ of figure 2 ) is 



The equivalent temperature of the chromosphere when viewed along PQ is given by 
(see, for example, Piddington & Miimett 19496 ) 



integration being throughout the chromosphere. If, for the present purpose, we 
assume the chromosphere to be horizontally stratified so that N and are functions 
of X only, then equation (7) may be written 

T{f,d)=jF{T,(x), r{f,d,x)}dx, 

where is a function and (x) and t(/, 6, x) are the values of and r at a level 
x^ frequency/, and angle of emergence 6. But, from equation ( 6 ),/and 6 are always 
combined in the term/^ cos 6, so that we may write 

T(f,S) =:^F{T^{x), T^{fcosi 8 ,x)}dx, 

where Tq is the value of r when 0 = 0 and is not an independent function of both/and 
6 but only of/cos^ 0 . 

It follows, therefore, that (jcos^ 0), ( 8 ) 
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■where Tq is the value of T when <9 = 0. This means that the equivalent temperature 
at frequency / for a ray emerging at an angle 6 is the same as that at frequency 

/cos^ d for a ray from the centre of the disk.* 

Now Tj^ may be expressed in terms of T(f,6) by integrating the latter over the disk: 

= 27t sin6cosdT{f,d)d6 

ttJo 

= 2J" sin^cos(92o(/cos^<9)(^<9. 

This integral equation may be solved by writing 


q =/cos^<9, 


dq = I/sin d cos~~ 6 dO. 


The equation becomes 3 

where/is constant under the integral sign. 


TQ{x)dx, 

Differentiating with regard to/ 


which reduces to 


= mf), 

/|2i + 4ro=4l’o(/). 


(9) 


Substituting for 2^ from equation (5) we have 

^0 = 4800 + 9-1 X 1013/-1. (10) 


Equation (9) is shown plotted as curve c in figure 1. 

The data containedin equation (10) is aU that is needed to find the required relation¬ 
ship between electron temperature and optical depth. It appears desirable, however, 
to digress for a moment to find an expression for the distribution of the total intensity 
of radiation over the disk. Such an expression is of some interest itself and also 
allows a rough check on the above theory by comparison with experimental data. 
Equations (4), (8) and (10) allow us to determine the equivalent temperature at any 
point on the solar disk at any frequency. Combining them we have the total radiation 
(including the coronal component) from any point on the disk and for any frequency 


2](/,0) = 48OO + 


9-1 X 10^^ 5-12 X 10^^ 
fcos^d pcosd ’ 


( 11 ) 


where the first two terms are chromospheric and the last due to the corona. The 
equation does not, as we have seen, apply near the limb of the sun. 


* A corollary to this theorem is as follows: Within the limits where equation (1) holds, no 
more information can be found by measuring the equivalent temperature for various values 
of d and a fixed frequency than by measurmg the equivalent temperature at the centre of the 
disk over a range of frequencies. The reverse applies in the optical spectrum. 
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In appendix 2 the distribution of intensity given by equation (11) is compared with 
experimental data. The comparison which involves estimates of 'limb brightening’ 
is rather arbitrary but provides a rough check on the theory leading to (11). Agree¬ 
ment is generally as good as the method of comparison would warrant. 


6. A BELATIOXSHIP BETWEEN ELECTRON TEMPERATURE 
AND DENSITY IN THE CHROMOSPHERE 


Equation (7) may be applied to radiation from the chromosphere at the centre of 
the disk. The upper limit of integration is the top of the chromosphere, but this may 
be extended to infinity with only a small error as will be seen later. Thus we have 

( 12 ) 

where Tq = a + bjf, 

a and b being given in equation (10). 

Equation (12) may be solved* by writing r = a//^ and multiplying both sides 

by/^: ' 

aP+bf=\ % da.. 


where 2^ is a function of a so that the right-hand side is the Laplace transform of 
From tables of Laplace transforms we find 


Z = a+ 


r(i)a* 


= U-h 


V(7ra) 


or 


21 = a + - 


(13) 


Thus, from the radio data we have a relationship between electron temperature and 

Kdx, we have from equation (2) 


optical depth in the chromosphere. Also, since r = j 

J y 

a == U-U7 I Tfndx. 




X 


Substituting the values of a and h from equation (9) 

T} 


2 ;= 4800-1-1-94 X IQW 


ir 

iJ. 


dy 


—1 


(14) 


which is a relationship between electron temperature and density in the chromosphere 
derived from radio observations. The range of values of % for which (14) is valid will 
correspond approximately to the range of equivalent radio temperatures defined by 
equation (10), namely, 8600° K to 1*6 x 10^ °K. 

While equation (13) is not alone sufficient to determine electron temperature and 
density at all levels, it may be used to test any model of the chromosphere or, if 


* Thanks are due to Dr R. A. Sack for this method of solution. 
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another relationship between N and 2^ is known, then a solution may he found. In 
the following section the results of observations of the intensity of certain spectrum 
lines emitted by the chromosphere were used to determine such a relationship. 

7. SPECTRTrM-LnTE INTENSITIES 

Menzel & Cihie ( 1937 ) have shown that ionized hydrogen in which the velocity 
distribution is Maxwellian emits in the Balmer continumn according to the equation 

E, = -^exp [ix^ - hu)m, (1.5) 

where is the energy emitted per unit volume per second, per unit wave-number 
interval, is a constant, depending only on atomic constants, X 2 ionization 
energy of hydrogen in the second quantum state, hu is the energy of an emitted 
quantum, and k is Boltzmanns constant. N and are as defined above. Near the 
head of the continuum small so that 



height (km.) 

Fioure B. Visual light emission from the chromosphere. 

a, log intensity-height diagram of the Balmer series (open circles) and Paschen series (filled 
circles); the larger open circles refer to the heights estimated firom the eclipse spectra of 
1905 and 1925, and the smaller ones to the eclipses of 1930 and 1937. 
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A similar relationship to (15) holds for line emission, and Menzel & Gillie have 
shown experimentally that for lines of high quantum number it is approximately 
true over a considerable portion of the chromosphere, where thermodynamic 
equilibrium does not exist. We will assume that in that part of the chromosphere with 
which we are concerned emission in lines or continua is proportional to It 

may be noted that the number of coUisions/cm.^/sec. of electrons with protons, as 
derived in §3, is proportional to N^jT-. Evidently, the number of 'collisions’ 
influencing radio-wave propagation is (as might be expected) proportional to the 
number resulting in light emission, the constant of proportionality involving only 
atomic constants. 

Using observations of intensity in the Balmer continuum at levels of 670 and 
1700 km. above the base of the chromosphere, Cilhe & Menzel ( 1935 ) find that the 
value of N^jTl may be expressed as 

(17) 

where Lq — 1*45 x 10^", 

/? = 0*77 X 10-8 cm.-\ 

and z is the height in cm. above the base of the chromosphere. By using observations 
of Balmer lines this expression for L was found to hold up to levels of 3170 km, The 



height (km.) 


Figure 36. Log intensity-height diagram of the Bahner series, bstsed on the same observa¬ 
tions as figure 1 a. The intensity logarithms of figure 1 a have been corrected by adding the 
empirical colour corrections. (Reproduced from J. 1947 , 105, 55.) 
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result is based on an assumed exponential decay of L which is in reasonable agreement 
with the author’s subsequent conclusions. 

Using heights to which hydrogen lines are observed as data, Wildt ( 1947 ) 
plotted log intensity against height for a number of lines of the Balmer and Paschen 
series. The observations range between levels of about 500 and 12,000 km. Wildt 
assumes a constant temperature in the chromosphere and concludes* that the 
density gradient up to a level of 15,000 km. is given by exp [ — 0*46 x 10 Although 
our results indicate the existence of a marked temperature gradient in the chromo¬ 
sphere. thereby disagreeing with Wildt’s conclusions, his plots of intensity against 
height will be used to interpret the radio results. The relevant data are reproduced in 
figure 3a (500 to 9000km.) and figure 3b (3000 to 12,000 km.). The lower line m figure 
3a refers to the Paschen series. Wildt concludes that the intensity gradient corre¬ 
sponds to a value of yS = 0*46 x 10"^ cm.~^, and that at least some of the deviations 
from the line drawn with this slope (figure 3) are due to accidental errors in the 
estimated heights. 

Some of the points plotted by Wildt correspond to lines of low quantum number 
and the value of L should be corrected to correspond to the correct value of electron 
temperature. In most cases the corrections are small, but a few of the points at the 
higher levels should have increased values of L, The application of these corrections 
reduces the scatter of points. 

It will be seen that the value of found by Wildt is much lower than that of Cillie 
& Menzel (over a restricted region). Mitchell ( 1930 ) has observed that the gradient 
may change considerably from one eclipse to the next. The value chosen for the 
ensuing analysis is not very important, as it only varies the scale height of the model 
chromosphere without appreciably affecting the relationship between N and 2^. 
Analyses for y? between 0*4 x 10 ~® and 0*8 x 10 “® cm.“^ have been carried out, and we 
adopt a value of^— 0*60 x 10 “^ cm.~^ above a level of 1500 km. Below 1500 km. we 
use Cillie & MenzeFs value of /?, namely, 0*77 x 10 ""®cm.“^. Thus from equation (17) 

we ha^e ^ _ 1-44x 10^^exp[—l*2x 10~®x], (18) 

where x is the height in cm. above the 1500km. level. This expression fori = N^jTl 
holds for values of .r between zero and 10,500 km., or further if it is agreed to extra¬ 
polate Wildt’s results. 


8. A MODEL CHBOMOSPHEBE 

If the value of N^jTf given by equation (18) is substituted in equation (14) values 
of N and throughout a range of levels are determined. First, however, it should 
be noted that the integration in equation (14) is over the full range of levels from 
which radiation is received, while equation (18) is only valid between the levels 
indicated. Even at the highest frequencies no radiation is received from levels as 
low as 1500 km. because of the very large optical depth. When the coronal component 
was subtracted from the total observed radiation it was assumed that no chromo¬ 
spheric radiation was emitted from levels above 14,000 km. If equation (18) holds 

* This conclusion is, apparently, misquoted in Wildt’s paper where p is given as 
0-92 X 10~® cm.-^h 
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to infinite values of x an error will be involved which may be measured by calculating 
the optical depth to a level of 14,000 km. At the lowest frequency concerned this is 
found to be about 0 * 1 , which is not serious but again indicates that the theory is 
becoming inaccurate near 600 Me./sec. We conclude that equation (18) may be used 
safely for the full range of levels from which radiation is received. 

Solving (14) and (18) we find 

= 4800+ 178exp [0*60 x (19) 

Again, substituting this expression for in equation (18) we have 

N = 1*20 X 10^(4800 +178 exp [0*60 X 10~®x])^ exp [ — 0*60 x 10“®a;]. (20) 

The distributions of N and given by (19) and ( 20 ) are given in figure 4, the heights 
shown being above the base of the chromosphere. Above a level of 12,000 km. the 
curves depend on an extrapolation of Wildt’s data, while below about 5000 km. they 
depend on an extrapolation of the radio data. 


9. Other beterminatiohs of electron density and temperature 

It is of interest to compare the above estimates of electron density and temperature 
with those determined by other means. The electron density curve at high levels 
could merge with that of Baumbach ( 1937 ), plotted as curve c of figure 4 for levels 
above 14,000 km. Radio observations at 200 Mc./sec., where nearly all the radiation 
originates in the corona, indicate (Pawsey & Yabsley 1949 ) an equivalent temperature 
of about 10 ®This corresponds with the best estimates of coronal temperature, 
but the level at which such a temperature is reached is not indicated by the radio data. 

At lower levels the radio results may be considered to hold to an approximate level 
of 5000 km., where the optical depth at the highest frequency (24,000Me./sec.) is 
unity. Spectroscopic determinations of electron temperature based on relative 
intensities of spectrum lines and of different portions of a continuum refer to 
lower levels. Thus Wildt ( 1947 ) has corrected estimates of Menzel & CSllie to find 
temperatures of 5240 and 4010° K at 670 and 900 km. respectively. Goldberg ( 1939 ) 
found temperatures of 4300 and 6700° K at 670 and 2330 km. respectively. Petrie’s 
( 1944 ) results are in reasonable agreement. All these results lie close to an extra¬ 
polation of the temperature curve of figure 4. Redman ( 1942 ), however, from 
observations of line broadening thought to be due to Doppler shift, found a gas 
temperature of 30,000° K at a level of 1500 km., a value which it is very difficult to 
reconcile with the electron-temperature curve of figure 4. 

A more direct comparison of Redman’s result with the radio data can be made 
by using the 24,000 Mc./sec. results of Piddington & Minnett ( 1949 a). The equivalent 
disk temperature was 10,000° K, with an error of less than 5 % and fluctuations less 
than 5% even during very disturbed conditions. 'Limb brightening’ was also 
detected, so that the equivalent temperature at the centre of the disk could safely 
be taken as less than 10 , 000 ° K. 

Now let us assume for the moment that the gas temperature at the 1500 km. level 
is 30,000° K. Using Gillie & Menzel’s ( 1935 ) observations of the intensity of emission 
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in the Balmer continiram and a value of = 30,000° K, we find from equation (18) 
an electron density of 2*7 x at this level. The absorption coefficient for 

24,000 Mc./sec. radiation is given by putting ^ = 0-07 in equation ( 2 ): 

K = 1*7 X 10-^ 



KEauiffi 4. Electron densities and temperatures in the chromosphere, a, electron temperatures 
from radio data, 6, electron densities from radio data, c, electron densities after Baumbach. 


SO that a layer only 10 km. thick would have an optical depth 1*7 and would provide 
nearly full black-body radiation. There can be no question of reduced emission 
caused by a rapid decrease in the dielectric constant of the medium in the manner 
discussed by Martyn ( 1948 ), since the electron density, even at the 1500 km. level, 
is too low. Also if the temperature at 1500 km. is less than 30,000° Ei absorption will 
be even more rapid. We conclude that all 24,000 Mc./sec. radiation emerging from 
the sun’s atmosphere does so from levels above 1500 km., and that the average 
electron temperature in the region from which emission takes place is about 10 , 000 ° K. 


cleeiron density (cm 
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This conclusion and Redman’s result could be reconciled if a temperature maximum 
existed between the photosphere and a level of about 5000 km. Such a maximum, 
reaching the large value of 30,000° K., would appear very improbable, however. 
Another explanation of the conflicting results might be sought in terms of localized 
regions of high temperature (greater than 30,000° K) extending outwards from about 
1000 km. above the photosphere. If such regions were present during the observa¬ 
tions of Piddington & Minnett their total area must have been constant to about 2 % 
of the area of the solar disk, otherwise they would have been detected. An explanation 
of Redman’s results in terms of Tiot areas’ would appear unlikely. 


10. Departure erom conditions op hydrostatic EQumiBRiUM 


It has long been thought that a supporting force of some kind opposes gravity in 
the chromosphere. The curves of figure 4 allow the model chromosphere to be tested 
for the presence or otherwise of hydrostatic equilibrium. At the lower levels (below 
that at which the temperature has reached a value of about 15,000 to 20,000° K) the 
presence of hydrogen atoms must be considered. The proportion of these atoms under 
the conditions in the chromosphere may be determined by the method of Woolley 
& Allen ( 1948 ). Above the level where neutral hydrogen exists in appreciable 
proportions the pressure is found directly from the temperature and number of 
electrons (and hence of protons) given by the curves of figure 4. It is found that there 
is a marked departure from conditions of hydrostatic equilibrium; in fact, over 
a limited range of levels the pressure actually increases with height, indicating the 
presence of a supporting force greater than the gravitational force. 

Recently, GiovanelK ( 1948 ) has produced a model chromosphere based on the 
assumption of hydrostatic equilibrium. He finds that spectroscopic observations 
are then explained if the temperature is 27,000° K from 500 to about 12,000 km. 
This result is even more difficult to reconcile with the radio measurements than that 
of Redman. 


It may be of interest to note that if conditions of hydrostatic equilibrium could be 
assumed in the chromosphere, this would provide a second relationship between 
N and which, together with the radio equation (14), might allow a model chromo¬ 
sphere to be determined. The equations of hydrostatic equilibrium for a fully ionized 


hydrogen atmosphere are 


dP = ^gNMdy, 


P - 2 J\rk 2 ;, 


where P is the pressure, M the mass of a proton and k is Boltzmann’s constant. 
Writing c = 2klMg and eliminating P, we have 


^dT,+^dN + dy = 0. 

An inspection of this equation and equation (14) indicates that no solution in 
terms of real values of W and exists.* The conclusion is that the radio observations 
indicate that conditions of hydrostatic equilibrium do not hold in the chromosphere. 


* Thanks are due to Mr T. Pearcey for drawing attention to this fact. 
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Appendix 1 


The expression for the absorption coefficient given by equation (1) holds only if 
four conditions are satisfied, namely: 

(a) The dielectric constant of the medium does not depart appreciably from unity. 
The dielectric constant is given by 

^ TTmp' 


so that if a value of = 0-9 is taken as sufficiently near unity we have for a frequency 
of 600Mc./sec. AT = v 10® 


It is shown in § 5 that the equivalent temperature of the centre of the solar disk for 
a frequency of 600 Mc./sec. is about 1*5 x 10®"" K, which may be taken as a reasonable 
estimate of the electron temperature in the region where most of the 600 Mc./sec. 
emission originates. Substituting these values for N and in equation (2) and 
putting ^ = 0*09, we find /c = 3*5 x 10“^. Thus a layer of thickness 3000 km. will have 
unit optical depth. 

The above value of k is sufficiently large to ensure complete absorption of a ray 
entering the solar atmosphere before [i departs greatly from unity. However, 
600 Mc./sec. is considered as the lower-frequency limit of the range over which the 
equations derived in § 5 are valid. At higher frequencies the absorption is much more 
rapid for a given value of /6. 

(6) The collision frequency is much smaller than the wave frequency, i.e. v<^f. 

The value of v found by combining equations (1) and (2) and putting v — 0*07 is 

F = 2^NT-K 

The highest value of p in this connexion occurs at a level where % ^ 8000*^ K and 
N 6 X 10® cm.“^, so that v^2x 10^, which is small compared to the wave frequency 
concerned. At higher levels v is even smaller. 

It may also be shown that nowhere do colhsions of electrons wdth neutral atoms 
play an important part. For example, at the level where N = 10^® cm.“® the number 
of neutral hydrogen atoms per proton (as given by Saha’s formula) is about 15. 
Since the collision cross-section for protons is some hundreds of times larger than for 
atoms (about lO”^^ cm.^), the eflFect of the latter may be neglected. 

(c) The effect of any magnetic field is negligible. 

The criterion for this is {HejmcY Since we are not dealing with areas in the 

vicinity of sunspots the largest magnetic field which we need consider is of the order 
of 50 gauss. At a frequency of 600Mc./sec., which is the lowest for which accuracy 

I IS 0*054, indicating that the effect of the magnetic 

field is negligible. At higher frequencies the effect is still smaller. 


is claimed, the value of 


/ He 
\27rmcf 
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{d) The absorption coefficient as used assumes that the only mechanism producing 
absorption is that of the free-free transition of an electron when in the field of a proton. 
If other processes, such as those due to small changes in molecular energy, or to 
energy associated with nuclear spin, are present, their effects should show up as 
irregularities in the curve of equivalent temperature against frequency. It is unlikely, 
however, that within the frequency limits here considered such effects are significant. 
At higher frequencies absorption lines might be detected and usefu% exploited. 
They would show up presumably as 'bright ’ lines in the radio spectrum, the reverse 
of Fraunhofer lines. 

Appendix 2 

A comparison of the theoretical distribution of solar radiation with 
experimental results 

Experimental methods (interferometry and observations during an eclipse) are 
not at present capable of determining in any detail the distribution of radiation 
intensity over the solar disk. They provide a result which is consistent with a certain 
proportion of the total observed flux density originating over a uniform disk, 
coincident with the optical disk and the remainder originating near the limb of the 
optical disk. The proportion originating near the limb, expressed as a percentage 
P, is listed in table 4 for a number of measurements at iffequencies from 600 to 
24,000 Mc./sec. 

The expression for the intensity of radiation over the disk given by equation (11) 
may be roughly checked against the experimental results by arbitrarily dividing the 
total radiation received into a 'disk’ and a 'limb ’ component as follows: Divide the 
sun into an inner disk of radius 0*8 time that of the visible disk and an outer ring. 
The ' disk ’ component of observed flux density is equal to the radiation received from 
the whole solar disk at an average equivalent temperature equal to that of the inner 
disk. The 'limb’ component is the difference between the 'disk’ component and the 
total. Each of these quantities and hence the proportion of 'limb’ component may 
be calculated from (11). The value of P (as percentages) are listed in table 4. 



Table 4 




frequency 

P 

P (from 

observer and reference 

(Mc./sec.) 

(experimental) 

equation ( 11 )) 

Piddington & Miimett (1949 a) 

24,000 

16 

9-4 

Minnett & Labrum { 1950 ) 

9,400 

26 

14-1 

Piddington & Hindman ( 1949 ) 

3,000 

32 

20*2 

Christiansen, Yabsley & Mills ( 1949 ) 

600 

50 

30*8 


The values of P found from equation (11) are aU lower (by about 40 %) than the 
experimental values. In view of our approximate method of determining the coronal 
component of radiation and its distribution near the limb (neglect of radiation from 
the region beyond the solar hmb), and also considering the rather arbitrary method 
of finding P from equation (11), the agreement is reasonable. Also it should be 
remembered that we are not primarily interested in the distribution of coronal 
radiation but in its total flux density. 
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Except at the lowest frequencies the total coronal component is only a small 
fraction of the observed flux density, so that errors in its determination are not 
important. 
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Entropies of mixing in certain athermal binary solutions 
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Approximate formulae for the entropy of mixmg of bmary athermal mixtures can be obtamed 
by means of the model, first used by Fowler & Rushbrooke, of a lattice on which molecular 
species differ from one another in the number and relative orientation of the lattice pomts 
which a single molecule occupies. The previous work of Chang, Huggins, Miller and Guggen¬ 
heim on open cham molecules has here been extended to molecules havmg the shapes of 
equilateral triangles, regular tetrahedra and squares. 

It is foimd that the entropy of mixmg depends less on the shapes of the molecules than 
on their relative sizes. Flory’s formula, which corresponds formally to lettmg the co-ordmation 
number z tend to infimty, gives a considerably better approximation to our values than does 
the formula for ideal solutions. 

Introduction and scope 

An ideal mixture, or ideal solution, is one for which the energy of mixing is zero, 
while the entropy of mixing obeys the same simple laws as for mixtures of isotopes. 
Eeal solutions may deviate from ideal solutions by different behaviour of either the 
energy or the entropy or both. In this paper we shall be concerned only with such 
mixtures as, in common with ideal mixtures, have zero energy of mixing. Such 
mixtures have sometimes been called 'athermal solutions’. Although we do not 
consider this name a particularly good one, it whl be convenient to use it in pre¬ 
ference to the name 'semi-ideal solutions’ which one of us used (Guggenheim 1933) 
some years ago. Mixtures of chemically similar substances may be expected to 
form solutions which are nearly, if not quite, athermal. Examples are: (a) two 
different normal paraffins, (6) benzene and naphthalene, (c) benzene and diphenyl, 
(d) methane and neopentane. In each case the two substances are chemically 
similar, but have appreciably different sizes and shapes. This raises the interesting 
question: how is the entropy of mixing affected by the sizes and shapes of the 
molecules? 

Until about fifteen years ago many physical chemists beheved that the entropy 
of mixing of athermal solutions was independent of the sizes and shapes of the 
molecules, in other words, they beheved that if such a solution was athermal, it was 
necessarily ideal. This view was openly challenged in a discussion held by the 
Earaday Society (Guggenheim 1937), at which Eowler then suggested that this view 
could be proved or disproved by a statistical analysis of a mixture of two kinds of 
molecules arranged on a lattice, each molecule of the one kind occupying two 
neighbouring sites of the lattice and each molecule of the other kind occupying one 
site. This problem was attacked by Fowler & Rushbrooke (1937), who showed that 
such a mixture would not be ideal, Fowler’s idea of a lattice model has been used 
subsequently by several other authors and has proved fruitful. It is the only model 
which leads to explicit formulae. 

As a result of researches by Chang (1939a, 6), Miller (1942, 1943) and Guggenheim 
(1944, 1945) we now have formulae apphcable to mixtures of any number of types 
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of different molecules, each type occupying a different number of lattice sites. These 
formulae, together with a survey of preceding work, can be found in previous papers 
(Guggenheim, 1944, 1945) or in a monograph by Miller (1948). While these formulae 
are applicable to molecules occup^dng any number of sites, they are restricted to 
molecules of such shapes as the chemist calls ^ open chains ’ in contrast to molecules 
contaioing ' closed rmgs 

It is the object of the present paper to extend the previous treatment to cover 
certain molecules with closed rings, namely, molecules occupying three lattice points 
forming an equilateral triangle, molecules occupying four lattice points forming 
a regular tetrahedron and molecules occupying four lattice points forming a square. 
The treatment will be confined to binary mixtures of one of these three types of 
molecules together with molecules each occupying one lattice site. 

For each mixture considered, the problem can be divided sharply into two parts 
which may be called configurational and thermodynamic respectively. The con¬ 
figurational part of the problem consists in answering the following question. 
Suppose that a fraction d of the lattice points is occupied by molecules each occupying 
r sites arranged at random. Consider a set of r sites having the same configuration as 
the molecules being considered. What is the ratio a of the probability that this set 
of r sites be occupied by one of the molecules to the probability that the r sites be 
all unoccupied? The thermodynamic part of the problem consists in using the 
formula for a to calculate the number of ways the molecules, each occupying r sites, 
can be arranged on the lattice. This number is, of course, the same whether the 
remainder of the sites are supposed empty or filled by molecules each occupying 
a single site. This number of possible arrangements is in turn closely related to 
the configurational part of the entropy of the mixture and so also to the entropy of 
mixing. 

The first part of the paper will be devoted entirely to the configurational problems 
which will be completely solved before the thermodynamic aspect is given in the 
second part of the paper. It seems just possible that some mathematician, not 
interested in thermodynamics, may find the treatment of the configurational 
problems worthy of attention, criticism and improvement. 


PART I. CONFIGURATIONAL 
1 . Method 

The method which will be used is essentially that used in a previous paper 
(Guggenheim 1945) which is a simplified version of the method previously used by 
Chang (1939a, h) and by Miller (1942, 1943). We shall, however, be able to introduce 
a further simplification, which wiU be described below. 

2 . Tee,:mixology and notation 

It is convenient to call molecules each occupying one, two, three, four, r sites 
respectively monomers, dimers, trimers, tetramers, r-mers. We shall speak of an 
r-mer as consisting of r elements each occup3dng one site. We denote by 9 the fraction 
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of sites occupied by the r-mers (r =1= 1), so that 1 — 0 denotes the fraction of sites which 
at this stage we regard as vacant, in part II these sites wiU be considered as occupied 
by monomers We denote by z the number of sites which are immediate neighbours 
of any given site. If then one element of an r-mer has been placed on a site there are 
2: ways in which a second element, adjoining the one already placed, can be placed 
on the lattice. When these two elements have been placed, the molecule as a whole 
can still be placed in a number of ways which we denote by z'^We denote by p the 
number of ways in which the molecule as a whole can be placed after one of its 
elements has been placed, p is equal to the product of 2; and z' divided by a small 
integer depending on the shape of the molecule; this divisor is 1 for a straight 
molecule, 2 for an equilateral triangle or square molecule and 3 for a tetrahedral 
molecule. Values of 2 and z’ will be stated when required. 

We shall also use a quantity /c, related to p and always smaller than p, defined as 
follows. Consider a group of sites congruent with the r-mer and let one element of 
an r-mer be placed on one site of the group. Then k denotes the number of w^ays the 
r-mer as a whole can be placed without using any other sites of the given group. Take 
as a simple example equilateral triangular molecules on a plane triangular lattice: 
2: = 6,2:' = 2 , p = \zz' = 6, and /c = 3 . 

We shall denote by a the ratio of the probability that a group of sites, congruent 
with the f-mer, be wholly occupied by one molecule to the probability that the group 
be completely vacant. 

Our problem then is, for molecules of each shape considered, to find a relation 
between a and < 9 . 


3 . Dimebs 

It is expedient to begin by considering the problem of placing dimers on a lattice, 
since this easy example will serve to illustrate the general method and to show up 
its greater power and simplicity than the earlier versions used by Chang (1939a, 6) 
and by MiUer (1942, 1943). 

Table 1. Dimebs 

reference number configuration relative probability 

a b 

1 — a 

2 X a: 

3 X 0 e 

3' OX e 

4 0 0 1 

We accordingly consider a pair of sites aJb. Table 1 contains a list of the several 
possible manners of their occupation with their relative probabihties. The first 
column merely gives a number by which to refer to each type of configuration. The 
second column specifies the configuration or type of configuration. The configuration 1, 
denoted by a line joining the two sites, is the one in which a molecule occupies the 
pair of sites. The symbol X denotes that a site is occupied by one element of amolecule, 
while its other element is on some site other than a, b. The symbol 0 denotes that a site 
is vacant. The third column gives ratios of probabihties for the several configurations 
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or types of configuration, the value for configuration 4 with both sites empty being 
unity by convention. The two configurations 3 and 3 ^ clearly have equal relative pro¬ 
babilities which are denoted by e. The essential assumption or approximation of the 
treatment is that, if a, and h are not occupied by the same molecule, then the relative 
probabihties of being occupied or vacant are independent for the two sites. This 
leads to a relative probabiMty e® for configuration 2. 

We note that each factor e represents z-l orientations of a molecule. In other 
words, a single orientation of a molecule occupying a or h, but not both, is repre¬ 
sented by a factor e/(z-l). The probabihty, represented by a,, that a molecule 
occupies the pair of sites ah must be equal to the probabihty that a molecule 
occupies the site a and some other specified neighbouring site. This condition is 
expressed bv the equation 

a = ^(e+l). ( 3 - 1 ) 

Z— I 


Equations obtained by this type of reasoning will be called equivalence relations. 

As we have already mentioned, e/(2J — 1) is the relative probability of occupation 
of a by a molecule havmg a specified orientation. Consequently zel{z -1) is equal to 
the relative probability of occupation of a regardless of orientation. In other words, 
the probability that the site a, or any other chosen site, is occupied is zej — 1) times 
the probability of its bemg empty. But these two probabilities are evidently to one 
another in the ratio <9 to 1 — 0 . Hence we have 


z 6 


( 3 - 2 ) 


Eliminating e between ( 3 * 1 ) and ( 3 * 2 ) we obtain 

1 d l-djz 
i-d ’ 


( 3 - 3 ) 


which is the required relation between oc and 0. 

Formula ( 3 - 3 ) is nowise new, having been obtained by Chang (1939a, b) and by Miller 
(1942), but the derivation given here is much shorter and more direct than theirs. 
There are four contributory causes to the greater simplicity of the new derivation. 
In the first place Chang and Miller began by considering the more general and much 
more complicated problem in which the several configurations had different energies; 
they then treated the case of an athermal system, in which all configurations have 
equal energies, as a particular example. In the second place Chang considered 
a group of altogether 2 z sites and Miller a group of 2 + 1 sites, whereas here we are 
considering only two sites. In the third place both Chang and Miller distinguished 
between central sites and neighbouring sites, whereas here the two sites are treated 
on a par. In the fourth place if we had copied the technique used by Chang and 
Miller our derivation of formula (3*2) would have been as follows. We equate 
0/( 1 — 0) to the ratio of the sum of all relative probabilities for configurations in which 
a is occupied to the sum of those for configurations in which a is empty. This gives us 

0 + + e 

e+1 


( 3 * 4 ) 
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When we substitute from ( 3 * 1 ) into ( 3 * 4 ) we recover (3*2) by an imnecessarily 
circuitous route. This alternative derivation admittedly affords a useful check on the 
correctness and mutual consistency of (3*1) and (3*2). 

These simplifications may at first sight seem unimportant, but it is in.fact their 
introduction which has made tractable the more compHcated examples which we 
are now about to study. Before proceeding to these, it is convenient to introduce 
an abbreviation for use in tables of configurations. 

If we use the symbol U to denote either X or 0, then in place of table 1 we have the 
abbreviated table 1 A. 


Table 1A. Dimebs 


reference nmiiher 

1 

configin*ation 
a b 

relative probability 

a 

2 

U U 

{e-hir 


4 . Equilateral triangles 

We are now ready to attack the more interesting problem of trimers each occup3fing 
three sites forming an equilateral triangle The same treatment applies either to 
a plane triangular lattice {z = 6 , z' = 2) or to a spatial close-packed lattice {z = 12, 
z' = 4 ). We consider a group of three sites a, 6, c forming an equilateral triangle. Its 
several possible manners of occupation, together with their relative probabilities, 
are summarized in table 2. We use the abbreviated notation of table lA, where 


Table 2. Triangular trimers 


reference 


relative 

number 

configuration 

probability 

1 

V‘ 

c 

a 

2 

— 



V 


3 

V u 

(e+1)" 


V 



U denotes either X (occupied) or 0 (vacant). We continue to use the approximation 
of assuming that if tw^o sites, say a and 6, are not occupied by the same molecule 
then the relative probabilities of being occupied or vacant are independent for the 
two sites. The fact that this is only an approximation is more obvious in the present 
case than in that of dimers. Configurations 1 and 3 call for no further comment. In 
the set of configurations referred to as 2, two, and only two, of the three sites 6, c are 
occupied by the same molecule. In the formula for the relative probability the factor 
3 represents the three possible ways of choosing a pair of sites out of the three, the 
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factor z'-l represents the number of possible configurations of a molecule specified 
as occupying two sites say a, b but not the thii-d c. The factor e +1 takes care of the 
third site. If, then, we completely specify the configuration of the molecule occupying 
two of the sites, leaving unspecified whether the third site is empty or occupied, the 
relative probabfiity is g(e+ 1) This may be regarded as the definition of C The 
parameter e represents the occupation by a molecule of one site, and one only, of 
the group of three and comprises a number /c of alternative configurations of this 
molecule. Hence any one of these alternative configurations is represented by e//c. 
Evidently each completely specified configuration of a molecule has the same 
probabilitv whether this molecule occupies all three sites of the group or two of 
them or only one. This gives the equivalence relations 

a = C(e+1) = ^{G'-l)C+(e + l)n- (4T) 

K 


If we solve for C and (X in terms of e we obtain 


£-1 


(e+l)2 


KK — Z'+ 1 


(4-2) 


e+1 


a = - 


e (e+1)® 


KK — Z' + 1 


(4-3) 


e+1 


Since, as already mentioned, e//c is the relative probability of occupation of a given 
site by a molecule having a specified orientation, it follows that the total relative 
probability of occupation of a given site is pejK. Since this is true for any and every 
site we must have „ a 

( 4 - 4 ) 

K 1 — 6' 


Substituting (4*4) into (4-3) we obtain 


6 

a = - 
P 






(4*5) 


According to the definitions of p and k their values for equilateral triangular 
molecules are 


p = K = p — 2^' 4-1. 

Using (4-6) in (4*5) we obtain finally 


a = 


6 






(4-6) 


(4-7) 


valid either for a planar triangular lattice with = 6, 2 ;' = 2 or for a spatial close 
packed lattice with z = 12, 25 ' = 4. 
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Incidentally, from the relative probabilities taken from table 2 we can write down 
the chance that a single site be empty, that two neighbouring sites be empty or that 
three sites forming an equilateral triangle be empty. If we do this and use the 
equivalence relations ( 4 * 1 ) and the relation ( 4 * 4 ) between e and 6 , we eventually find 
for the probabilities: 

One site empty: 1 — " (4*8) 

Pair of sites both empty: 


Triangle of sites aU empty: 




{i-df 




( 4 * 9 ) 


( 4 * 10 ) 


The result given by ( 4 * 8 ) is physically obvious, but this method of deriving ( 4 - 8 ) 
forms a valuable check on the self-consistency of the formulae. By contrast we have 
not found any more direct derivation of either ( 4 * 9 ) or ( 4 * 10 ). 


5 . Regular tetrahedra 

We now pass on to the problem of placing regular tetrahedral tetramers on a close 
packed lattice, for which 2: = 12, z' = 2. 


Table 3 . Tetrahedral tetramers 


reference 

number 


configuration 




relative probability 




I ^ 
I U 

u u 

V u 


6{z'-l)^(e-hl)^ = 6?(€+l)^ 




We consider a group of four sites, abed forming a regular tetrahedron. Its 
several possible manners of occupation, together with their relative probabilities, 
are summarized in table 3 . The relative position of the four sites a, 6,c,c? can be 
showm only schematically; the pairs ac and bd are in all respects equivalent to the 
pairs ab, be, ed and da. As previously the symbol U denotes either occupied by 



442 E. A. GuggeniLeim and M. L. McGlashan 

a molecule that does not occupy any other sites of the group or vacant, these two 
alternatives have probabilities in the ratio e to 1. The first and fourth configurations 
caU for no comment. In the second set of configurations two molecules occupy 
opposite edges of the tetrahedron. The factor 3 in the relative probability represents 
the three pairs of opposite sides. Each of the factors z' - 1 = 1 represents the number 
of wavs a molecule can occupy a given pair of sites, say oh^ without occupying 
either'^of the other two c, d. Then g is by definition the probabihty that a molecule 
occupies a given pair of sites, say ah, with a specified orientation and simultaneously 
another molecule occupies the other pair of sites cd with a specified orientation. 
In the third set of configurations one molecule occupies two sites of the group 
while the other two sites may be occupied or empty, but are not occupied by the 
same molecule. The factor 6 corresponds to the six edges of the tetrahedron. The 
factor z' — 1 = 1 represents the number of ways a molecule can occupy two of 
the sites, say a, b, without occupying either of the other two, c,d. The factor g is 
defined as the relative probabihty of a molecule occupjung two given sites, say a, b, 
with a specified orientation when the other two sites c, d are empty The two factors 
(e+1) take care of the other two sites. 

By considerations closely similar to those applying to triangular molecules we 
obtain the equivalence relations 

a = g+g(e+1)2 = |{3g(e+1) + (e +1)^}. (5-1) 

There is also another independent equivalence relation 

( 5 - 2 ) 


expressing the fact that by using only two of the four sites abed one can obtain con¬ 
figurations geometrically equivalent to those of the second set. When we solve 
(5*1) and (5-2) for am terms of e we obtain 


^ fC P ^ 

(e + l)2-3-(e+l)+-3 

(e+l)2_3 (e+i) + 

A. A. 

^ (e+l)3|(e+i)2_2j^| 
^(e+i)2_3i(e+l)+^ 
We have the usual relation between e and 6 

K 6 

pl-e 

p — \zz', K = p — Zz'-\-2. 


(5-3) 

(5-4) 

(5-6) 

(5-6) 

(5-7) 


with 
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Substituting (6-6) and ( 5 - 7 ) into ( 5 - 5 ), we obtain 


a = 






(l-^)4l-^?- ^-d + — 

\ P 


2-3z'-l 


Q% 


(5-8) 


When we put 2: = 12 ,= 2 , p = 8 corresponding to a close packed lattice, we obtain 


8(l-0)4(l_i^ + ||P2)* 


If we take from table 3 the ratio of the sum of all the relative probabilities when the 
site a is occupied to the sum of all those when the site a is vacant, use the equivalence 
relations ( 5 - 1 ), ( 5 * 2 ) and the relation ( 5 * 6 ) between e and d we obtain eventually just 
( 9/(1 —( 9 ) thus cheeking the self-consistency of om' formulae. We can by a similar 
procedure obtain formulae in terms of d for the chance that a pair of sites, a triangle 
of sites or a tetrahedi^on of sites be vacant, but we shall not quote the results. 


6. Squares 

As our last example we shall consider square molecules occupying four sites on 
a simple cubic lattice with ^ = 6, = 4 . We consider a group of four sites ahcd 

forming a square. Its several manners of occupation, together with their relative 


Table 4. Square tetramers 


reference 

number configuration 


relati\'e 

probability 


1 



CL 


2 




3 


4 


V 

V 


4(^'-l)S(e-M)2 


V u 
U V 


(e+l)^ 


probabilities, are summarized in table 4 . The first and fourth configurations call for 
no comment. In the second set of configurations each of two molecules occupy two 
opposite sides of the square. In the relative probability the factor 2 represents the 
two pairs of opposite sides of the square and the two factors — 1 the alternative 
orientations of each of the two molecules. In the third set of configurations one, and 
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only one, side of the square is occupied by the same molecule. In the relative pro¬ 
bability the factor 4 represents the four alternative sides of the square and the factor 
z' — I the alternative orientations of the molecule. 

The equivalence relations are 


, = (s' -1) g+S(e+1)^ = - (e+ 1) {2(z' -1) C+ (e+1)^, 

K 


Sohdng for a in terms of e we obtain 


KK — z'-\-l 


e+1 




(6+1)^ 


/c^/c—+ 1 


e+1 


e 

a = - 

K 




1 


e+1 


We have the usual relation between e and d 


K 6 

e = - ■ 


Substituting (6*6) into ( 6 - 5 ) we obtain 


pl-e' 


6 

a = - 
P 


1 

( 




\ 

p ) 


For square tetramers we have 

p — ^zz\ K — p — 2z' +1, 

so that ( 6 - 7 ) reduces to 


a: 


e 




wherein we have to use the values s = 6, 2 ' = 4 for a simple cubic lattice. 


( 6 - 1 ) 

( 6 - 2 ) 

( 6 - 3 ) 

(6-4) 

( 6 - 5 ) 


( 6 - 6 ) 

(6-7) 

( 6 - 8 ) 

(6-9) 


7. Nattjee oe approximation 

As already mentioned the essential approximation in our treatment is the assump¬ 
tion that when two sites are not occupied by the same molecule the probabilities of 
being occupied or vacant are independent for the two sites. It is easy to see by an 
example that this assumption is at least sometimes false. Consider the triangular 
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group of sites ahc used in § 4 . Let d denote another site forming an equilateral 
triangle with 6,c. Then when we state that a molecule occupies the site 6, but not 
a or c, it may also occupy the site d. Likewise, when we state that a molecule occupies 
the site c, but not a or 6, it may also occupy the site d. When we state that two 
different molecules occupy the sites b and c, without occupying a, then either of 
them, but not both, may also occupy the site d. Hence the manners of occupation of 
sites b and c are not independent even when they are not occupied by the same 
molecule. 

It IS not easy to estimate the error due to this approximation. Its seriousness will 
almost certainly vary from one case to another. The best method of estimating the 
error is probably to modify the whole treatment in such a manner that the approxi¬ 
mation IS replaced by a less inaccurate one. This is in principle possible, but the 
formulae obtained are likely to be of greatly increased complexity. The equivalence 
relations will probably not be soluble except numerically. We are planning to study 
the case of dimers and possibly triangles on a triangular lattice to a better approxima¬ 
tion and to compare the results with those of the present approximation. 

The formulae obtained, though admittedly not accurate, are at least self-consistent 
in the cases studied above. They, however, break down in a curiously surprising 
manner when applied to square molecules on a planar square lattice. We derived 
formulae ( 6 * 5 ) and ( 6 - 7 ) for square molecules without specifying particular values 
of z or z\ We might therefore expect these formulae to be applicable as weU to a 
planar square lattice as to a simple cubic lattice. For a planar square lattice we have 

2 = 4, a:' = 2, p = \zz' = 4, K — \zz' — 2s' +1 = 1. 

When we substitute these values into ( 6 * 5 ) we find that the coefficient of e in the last 
factor of the denominator becomes zero, so that this factor reduces to unity. Although 
this occurrence rather strikingly alters the dependence of a on 6 , it may at first sight 
seem believable. If, however, we examine the behaviour at saturation we shall find 
that the conclusions are physically unacceptable. 

Let us then examine our formulae when 6 tends to 1. Evidently e tends to infinity- 
The ratios have finite values, as physically they must have, except when 

k — z' + l vanishes. For squares on a planar square lattice k—z" -{‘I vanishes and then 
a : becomes finite, so that a: becomes infinite. This would mean that when the 
lattice is fuUy occupied, the four sites a, 6, c, d can never be occupied by four different 
molecules. Such a conclusion is physically absurd. Thus in the particular case of 
square molecules on a planar square lattice our formulae are physically unacceptable. 
We have not been able to find any explanation why this should happen in this one 
case but in none of the others examined. 

PABT II. THERMOBYhTAMICS 
8 . Notatiok 

In addition to the symbols defined in part I, the foUowing symbols will also be used: 

Ng total number of lattice sites 

= (1 — 0) number of monomers 
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number of r-mers 
mole fraction of r-mer 
Boltzmann's constant 
gas constant 
absolute temperature 
Helmholtz function (free energy) 

Gibbs function 
entropy 

chemical potential of monomer (per molecule) 
chemical potential of r-mer (per molecule) 
absolute activity of monomer 
absolute activity of r-mer 

partition function of monomer occup3hng a given site 
partition function of r-mer occupying a given set of sites 
symmetry number of r-mer 


9. GEjSTERAL RELATIOlSrS 


We must now consider how to obtain formulae for the entropy of mixing in terms 
of the quantity which has been denoted by a. This quantity is closely related to the 
thermodjmamic quantities A called the absolute activities (Fowler & Guggenheim 
1939; Guggenheim 1949), whose properties we shall briefly recall. We begin with one 
of Gibbs’s fundamental relations, Avhich for a binary mixture of a monomer and an 
r-mer take the form dG ^-SclT+YdF+fi^dN^+fi^dN,. (9-1) 

Since we are considering only condensed (non-gaseous) phases, the distinction 
between G and F is trivial; we accordingly replace G by the somewhat more familiar 
F. As we shall be concerned only with variations of compositions at given temperature 
and pressure, we omit the terms in dT and dP, so that ( 9 * 1 ) reduces to 

dF = jiij^dNi+ (^* 2 ) 

The absolute activities A^, A^ are related to the respective chemical potentials jUi, 
fij. through the definitions 

jiij = feriogAi, = feriogA^. ( 9 * 3 ) 

We may accordingly replace (9*2) by 

^dF = log Aj dN^ -f log A^ dAy (9*4) 


Changing from the variables Ay, to the variables 6 we have 

= j(l-( 9 )logAi-f-^log\jcZlogi\r^-(-j-logAiH-hogA^jil?, ( 9 - 5 ) 


or, for constant A., 




KkT 


(9-6) 


We shall now show that formula ( 9 * 6 ) leads directly to a relation between the entropy 
of mixing and a. 
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Either by use of grand partition functions (Miller 1948) or by elementary con¬ 
siderations based on the principle of detailed balancing (Guggenheim 1944) it can 
be shown that a is related to A^ by 


. ^rfr _ 

“ “ cr(Ai/ir* 


( 9 - 7 ) 


The partition functions/i,/^ take account of the vibrational motions of the centres 
of mass of the molecules, while contains further factors for the Mbrations and 
internal vibrations of the r-mer molecules. In order to emphasize that slwsbjs 
contains a factor 1/cr it is useful to writeas 
When we substitute ( 9 - 7 ) into ( 9 * 6 ) we obtain the simple relation between F and oc 


1 

N,kT 





dd. 


( 9 * 8 ) 


To obtain F we have only to substitute into ( 9 * 8 ) the relevant formula for a obtamed 
in part I and integrate from 0 to d. Each of the formulae for a contains a factor p, 
so that the quantity whose logarithm occurs in ( 9 * 8 ) contains a factor (pjcr)-'^. This 
is a convenient place to mention that the quantity now represented by pjcr was in 
previous papers represented by p. The notation used previously was chosen to 
facilitate comparison with the earher work of Chang, but the present notation seems 
more reasonable. In any case this factor disappears from the formulae for the free 
energy of mixing and for the entropy of mixing 

If we regard the free energy as a function of and 6 , then the free energy of mixing 
is defined by 

LF = F{N,, d)-{l- 6 ) F{N„ 0) ~ dF{N,, 1), ( 9 * 9 ) 

Comparmg ( 9 * 8 ) with ( 9 * 9 ) we see that AF takes the form 

^ = ( 9 - 10 ) 

Since we are concerned only with athermal solutions, having by definition zero 
energies of mixing, the entropy of mixing AS is given by 


AS I ( ] 


Formula (9* 11) gives the entropy of mixing of a mixture containing N^ = (1 — 6 ) 
molecules of monomer and N^. = ON Jr molecules of ?*-mer. To obtain the molar 
entropy of mixing AS^ we have to divide AS by the total number of molecules, 
namely, (1 — ^ ( 9 /r) and multiply by Avogadro’s number which is equal to JR/fe. 

We thus obtain 


R 


r — {r—l)d 




xdd-\-d 


n 


log: X dd 


0 


( 9 * 12 ) 


In the following section formula (9*12) will be used to calculate molar entropies 
of mixing from the formulae for x derived in part I. 
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10. Formtjlab fob entbofies of mixing 

We now apply formula (9-12) in turn to the several kinds of mixtures considered 
in part I, 

Dimers. We write formula ( 3 - 3 ) in the form 

loga = log(9 + log(z-( 9 )- 21 og(l- 6 ')- 21 ogs. (10-1) 

Substitutmg this into (9-12) and performing the integrations we obtain 

(2-0)-i{-^log^-2(l-<9)log(l-^) + (s-e)log(z-0) 

— {l~ 6 )zlogz — d{z— l)log (2:— 1)}, (10-2) 

in agreement Chang (1939a, b). 

For a cubic lattice {z = 6) we have 


( 2 -/!^)-H-< 91 og 0 - 2 (l- 0 )log(l-^) + ( 6 -/ 9 )log( 6 - 0 ) 

M. 

- (1 - 0 ) 6log 6 - ^ 5 log 5 }. ( 10 * 3 ) 

Equilateral triangles. Substituting ( 4 * 7 ) into ( 9 * 12 ) and performing the integra¬ 
tions we obtain 

^.(3-2«)-*{-eiog«-3{l-fl)log(I-«) + 3(jp^j-»)log(^-9) 

- (fctl - «) >“8 (fcGs - «) - (1 - «) [ 2 -fc'“S ^ - 3^ 3 ;^] 




32 ;'-2 


/-2 ^)])^ 


( 10 * 4 ) 


where p — \zz\ On a close-packed space lattice 2; = 12, s' = 4 , p = 24 . When we put 
these values into ( 10 * 4 ) we obtain 

(3-20)-i{-01og0-3(l-0)log (l-0) + 3(^-0)log(^-0) 

- (¥-^)log d) (^log^-^Mog-^(^logif-f logf)}. 

( 10 * 5 ) 

Tetrahedra. As the formulae expressed in terms of z, s' are cumbrous we shall 
proceed directly to those in which the numerical values s = 12, s' — 2 have already 
been inserted. Formula ( 5 * 9 ) is conveniently rewritten as 




(1-0)M1-1 1 


/, d\ ’ 


( 10 - 6 ) 


where 


8 r _ 8 _ 16 J _ 16 

4-V2’ 4+^2’ ^ 11-^5’ + 
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Substituting (10-6) into (9-12) and performing the integrations, we obtain 
AS'™ 
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R 


= (4-30)-i{-^log(9-4(l-(9)log(l-6') + 3(2-0)log(2-(9) 


+ (a -( 9 ) log (a-0)+ (6-9)log (6-9)-(c —9)log(c-9) —(d:-9)log {d-d) 

— {1 — 6) [61og2 + aloga + 61og6 —clogc—dlogd] 

- d[{a - 1) log (a-1) + (6-1) log (6 -1) - (c- 1)log (c - 1) - (d- 1)log (d- l)]j. 

(10-7) 

Squares. Substituting (6-9) into (9-12) and integrating we obtain 

^=(4-39)-i{-91og9-4(l-9)log(l-9) + 3(2^-^)log(^^:i-^) 

- < ^ stl + ?'“S ? - 3?^ los 3irn] 

+ (I- 1 ) log (I - l) - - l) log (5 p^2- 1 )] 


( 10 - 8 ) 

where p = \zz'. For a simple cubic lattice 2 : = = 4z,p = 12. Inserting these values 

into (10-8) we obtain 

AS 

(4-30)-i{-^log5-4(l-^)log(l-5) + 3(^-^)log(^--^) 

+ (3 - 9) log (3 - 9) - (I - 9) log (f - 9) - (1 - 9) (^«- log ^ + 3 log 3 -1 log |) 

-9(\®logf+21og2-ilogi)}. (10-9) 


11 . EaBLIEB W^OBK 


In order to discuss adequately the few previous attacks on the problems of the 
present paper it is necessary first to say a few words about the similar problem for 
open-chain molecules. For such molecules the relation between a and 6 can be 
simply expressed by introducing a number q defined as follows. 

Consider an r-mer occupying a given group of r sites. Each of these r sites has 
2 :‘neighbouring sites, some occupied by other elements of the same molecule. We 
denote by zq the number of pairs of neighbouring sites of which one is a member of 
the group occupied by the given molecule and the other is not. Then for an open 
chain molecule q is related to r by 


z{r~-q) = 2(r—1), 


(IM) 


For molecules, such as equilateral triangles and squares, with a single closed ring, 

the relation is / \ o /n 

z{r — q) = 2r, (11-2) 


For tetrahedra the relation can be written 


z{r — q) = 3r. 


(11-3} 
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cliain f-iners tlie relation between cl and d is 


“ ^ pr{\-dY ’ 

■which leads to the formula for the molar entropy of mixin g 


( 11 - 4 ) 


Mr 

R 




■{--log0-(l-0)log(l-d) 




Formula (11-5) -was first derived by Huggins (1942). Actually Huggins’s formula 
contains a complicated small quantity denoted by/o; if one sets/o = 0 in Huggins’s 
formula it reduces to ( 11 - 5 ). Formula ( 11 - 5 ) w^as also tentatively proposed by 
Miller (1943) as a generalization of formulae already obtained for the special cases 
of dimers (Chang 1939a, h) and straight trimers (Miller 1942). A simple derivation of 
(11-4) -was subsequently given by one of us (Guggenheim 1944). 

A less accurate, but simpler, formula -w^as proposed tudependently by Flory (1942). 
It can be obtained formally &om Huggins’s formula by making 2->co. This means 
that in ( 11 - 5 ) we make (r-q)jr^Q. The resulting formula is 


= 1 -' 


'(-^log0-(l-0)log(l-0)J. 


R 

By introducing the mole fraction x, this can be written in the simpler form 


R 


== —ojlog^ —(1 —a;)log(l-~i 9 ). 


( 11 - 6 ) 


( 11 - 7 ) 


We shall later refer to this as Flory’s formula. 

So much for open chain molecules. We know of only three previous attempts to 
extend these formulae to molecules containing a single closed ring. The simplest 
suggestion made by MiUer (1947) is that formulae ( 11 * 4 ) and ( 11 - 5 ) should be used 
as they stand, merely giving q the value defined by (11 *2) instead of (11 • 1). A different 
suggestion due to Staverman (1950) is that ( 11 * 4 ) should be replaced by a formula in 
which the quantity in brackets in the numerator is raised to the power r instead of 
r—1. Neither of these suggestions is confirmed by the formulae obtained in the 
present paper. 

The other attack on these problems is of a different character. Mathot (1949) in his 
thesis considers the problem of placing square molecules on a planar square lattice. 
His method of approach is essentially the same as ours, and it was, in fact, his thesis 
which stimulated the present work. Mathot was, however, unfortunate in two respects. 
First, he did not properly understand the equivalence relations. He assumed 
wrongly a relation ^ between the quantities in table 4 , and this false equivalence 

relation leads to contradictions. Secondly, he was unfortunate m choosing the 
example of squares on a planar lattice, for we have seen that the treatment of this 
particular example leads to peculiar inconsistencies. 
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12 . Nitmerical values 

We have used the formulae of earher sections to calculate numerical values for 
the molar entropy of mixing The results for trimers are given in table 5 . The 
jSxst column gives the volume fraction d of trimers, the second column the corre¬ 
sponding value of the mole fraction x of trimers. The third column gives the values 
of AS^jR for open chain trimers on a simple cubic lattice calculated by means of 


Table 5. Values oe AS JR for ivgxtures of trimers with mohombrs 


6 

X 

open chains 

2 = 6 

triangles 

21=12 

Fiory’s 

approximation 

2 ; = 00 

ideal 

solution 

0 05 

0*01724 

0*0981 

0*0981 

0*1021 

0*0871 

0-1 

0 03571 

0*1760 

0*1760 

0*1838 

0 1541 

0-2 

0*7692 

0*3147 

0*3147 

0*3298 

0*2712 

0*3 

0*1250 

0*4410 

0 4411 

0 4626 

0*3768 

0-4 

0*1818 

0*5575 

0*5576 

0*5846 

0*4741 

0-5 

0*2500 

0*6618 

0*6621 

0*6931 

0*5623 

0-6 

0*3333 

0*7475 

0*7479 

0*7811 

0*6365 

0-7 

0*4375 

0*7998 

0*8004 

0*8333 

0*6853 

0*8 

0*5714 

0*7879 

0*7885 

0*8173 

0*6829 

0*9 

0*7500 

0*6352 

0*6357 

0*6547 

0*5623 

0*95 

0*8636 

0*4416 

0*4419 

0*4528 

0*3983 

0*98 

0*9423 

0*2398 

0*2400 

0*2447 

0*2206 

0*99 

0*9706 

0*1427 

0*1427 

0*1452 

* 0*1327 


Table 6. Values for AS JR for mixtures of tetramers \vith moxomers 




open 



Fiory’s 

ideal 



chams 

tetrahedra 

squares 

approximation 

6 

X 

2 = 6 ^ 

2=12 

2=6 

2 = 00 

solution 

0*05 

0*01299 

0*0844 

0*0823 

0*0812 

0*0895 

0*0693 

0*1 

0*02703 

0*1547 

0*1505 

0*1483 

0*1647 

0*1243 

0*2 

0*05882 

0*2850 

0*2770 

0*2727 

0*3047 

0*2237 

0*3 

0*09677 

0*4071 

0*3958 

0*3895 

0*4357 

0 3150 

0*4 

0*1429 

0*5290 

0*5152 

0*5069 

0*5655 

0*4068 

0*5 

0*2000 

0*6502 

0*6348 

0*6250 

0*6931 

0*5004 

0*6 

0*2727 

0*7583 

0*7429 

0*7318 

0*8057 

0*5860 

0*7 

0*3684 

0*8434 

0*8294 

0*8180 

0*8918 

0 6581 

0*8 

0*5000 

0*8720 

0*8617 

0*8512 

0*9163 

0*6931 

0*9 

0*6923 

0*7505 

0*7457 

0*7384 

0*7814 

0*6173 

0*95 

0*8261 

0*5448 

0*5430 

0*5386 

0*5634 

0*4620 

0*98 

0*9245 

0*3056 

0*3051 

0*3032 

0*3139 

0*2676 

0*99 

0*9612 

0*1842 

0*1840 

0 1830 

0*1885 

0*1642 


formula ( 11 - 5 ) with s = 6, r = 3, g = 7 / 3 . The fourth column gives the values of 
AS JR for triangular trimers on a spatial close-packed lattice calculated &om 
formula (10-5). The fifth column gives the values of AS JR calculated from Flory’s 
formula (11*7), and the sixth column the values of ASJRfoi an ideal solution at the 
same value of the mole fraction x. It will be noticed that in spite of the quite different 
forms of equations (10*5) and (1T5) there is practically no difference in the numerical 
values of AS JR between triangles and open chain trimers. It will also be noticed 
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that Flory’s formula gives a mnch closer approximation to these values than does 
the formula of an ideal solution. 

The results for tetramers are given in table 6. The first column gives the volume 
fraction 6 of tetramer and the second column its mole fraction a:. The third column 
gives the values of 18 JR for open chain'tetramers on a simple cubic lattice calculated 
by means of formula {11-5) with 2 ; = 6, r = 4, = 3. The fourth and fifth columns 

give the values of 18^ for tetrahedra on’a close packed lattice and squares on a simple 
cubic lattice calculated by formulae (10-7) and (10*9) respectively. The sixth column 
gives the values obtained from Flory’s formula (11-7) and the seventh column the 
values in an ideal solution at the same value of the mole fraction x. The differences in 
the calculated values of IS JR between the three shapes of tetramers are small, 
but not so small as between the two kinds of trimers. Again it will be noticed that 
Flory’s formula gives a considerably better approximation to these values than does 
the formula for ideal solutions. 


13. CoMPAiiisoisr WITH Fnoity’s eormula 


Since it is clear from tables 5 and 6 that both for^trimers and tetramers Flory’s 
formula gives a much better approximation to our values for the molar entropies of 
mixing than does the formula for ideal solutions, it seems worth while pursuing the 
comparison further. The comparison is shown more strikingly in figure 1 where the 
difference in 18JR between Flory’s and our formulae is plotted against the mole 
fraction x. It will be seen that the greatest discrepancy is 0*075 which is about 10 % 
on the total entropy of mixing. 

It has already been mentioned that Flory’s formula is obtained formally from the 
formula for open chain molecules by making z tend to infinity. In fact if in (11*5) 
we expand the logarithms and substitute for r—g the value given by (11 • 1) we obtain 


R 




log0-(l-(9)log(l-0) 

CO I 

n%n{n+l) 


(r(^' 


7Z-+1 


.)| 


, (13-1) 


where the leading terms, namely, those not containing z, are just those of Flory’s 
formula (11*6). 

We shall now verify that Flory’s formula is likewise obtainable by making z tend 
to infinity in our formulae for triangles, for tetrahedra and for squares. We have only 
to expand in powers of z~~^. The formulae obtained retaining terms in and 
neglecting terms in z-^ and higher powers are as follows: 

Triangles: 

^ = (3-2(9)-ij-^log0-3(l-^)log(l-^)-^^;^0(l-0)-...j. (13-2) 

Tetrahedra: 

^ = (4-30)-ij-«91og0-4{l-0)log(l-0)-^^0(l-0)-...j. (13-3) 



^S^ (Flory)-AS. 
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Squares: 

^ = (4-3^)-i|-01og^-4(l-0)log(l-^)-^^^(l-^)-...J. (13-4) 


We observe that in all these formulae the leading terms, namely, those not con¬ 
taining 2 , are just those of Flory’s formula. Thus Flory’s formula is obtained formally 
from these formulae by letting 2 : tend to in finity. 



0 0 2 0-4 0-6 0*8 1*0 


mole fraction x of trimer or tetramer 

Figtjbe 1. Difference m AS^IR between Flory’s and our formulae. Curve a, triangles; 
b, Imear trimers; c, Imear tetramers; d, tetrahedra; e, squares. 
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A study of sensitized explosions. 

VIII. Experimental work on the hydrogen-oxygen reaction 
sensitized by chloropicrin 

By P, G. Ashmoee axb R. G. W. Noeeish, F.R.S. 

Laboratory of Physical Chemistry^ University of Cambridge 

{Received 9 May 1950) 


The boundaries of ignition of hydrogen-oxygen mixtures in the presence of traces of chloro¬ 
picrin have been investigated by the admission method. The experimental results show that the 
lower and upper sensitizer limits between 300 and 400° C, and their variations with pressure 
of reactants and with temperature, are determined by the nitrosyl chloride formed by the 
rapid decomposition of the chloropicrm. Estimates of the rate of flow of gases mto the 
reaction vessel show that above 370° C the decomposition is completed withm the entry tube 
The induction periods are shorter than with nitrosyl cliloride as sensitizer, and are mcreased 
without altermg the position of the sensitizer limits either by heatmg a greater length of the 
entry tube or by gradually replacmg chloropicrm by mtrosyl chloride. These effects are 
attributed to changes m the concentration of chain centres arriving m the vessel. The hypo¬ 
thesis is made that free clilorme atoms are formed during the decomposition of the chloropicrm 
^d initiate the chains, unless removed by mtrosyl chloride. These chams decay mnarrow tubes, 
but multiply under favourable conditions by branching reactions mvolvmg nitrosyl chloride 
to give branched chain-thermal ignitions. 

It IS suggested tliat additional support for this hypothesis would be obtained if chloropicrm 
were foimd to sensitize the hydrogen-chlorine reaction, beeanse in this reaction the mtrosyl 
chloride formed by decomposition of the chloropicrm would act as an inhibitor 


iNTRODtrOTIOK 

Previous papers in this series (Poord & Norrish 1935 ; Dainton & Norrish 1941 ) have 
shown that the sensitizing action of nitrogen peroxide and of nitrosyl chloride on 
the hydrogen-oxygen reaction can be ascribed to the provision of chain-initiating 
and chain-branching reactions by the sensitizer at temperatures (300 to 400° C) 
where the unsensitized reaction would proceed very slowly. At these temperatures 
the vapour of chloropicrin decomposes very rapidly to yield nitrosyl chloride and 
phosgene as main products. It seemed of interest to discover whether chloropicrm 
sensitizes the hydrogen-oxygen reaction, and if so, whether the sensitization is due 
to the mtrosyl chloride formed from the chloropicrin. 
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The present paper (part VIII) describes experimental work, begun in 1938 and 
completed after the war, on the sensitizing effect of chloropicrin vapour on the 
hydrogen-oxygen reaction. The behaviour of chloropicrin is attributed in part to 
the provision of chain-branching reactions b^^ the mtrosyl chloride formed from the 
chloropicrin, and in part to the appearance dumig the decomposition of chloro- 
picrin of a plentiful supply of free atoms which can readily initiate the hydrogen- 
oxygen chains. A consideration of previously published work on the decomposition 
of chloropicrin suggests that these atoms are chlorme atoms. 

This hypothesis suggested that chloropicrin might sensitize the hydrogen- 
chlorme reaction In addition to providing a test for the hypothesis, the lowering 
of the ignition temperature of a selected concentration of hydrogen and chlorine 
would be of interest, as the reaction is usually considered to proceed by straight 
chains The hypothesis is fuUy substantiated by the work described in the following 
paper (part IX). 

In a later paper (part X) the kinetics of decomposition of chloropicrin are dis¬ 
cussed in relation to the above hypothesis and to previously published work on the 
decomposition of chloropicrin. Part X also gives an outline of the kinetics of the 
hydrogen-oxygen and the hydrogen-chlorme reactions sensitized by chloropicrm. 

Expeeimental method 
Apparatus 

The apparatus used resembled that of Dainton & Norrish (1941) and was evacuated 
by a two-stage quartz mercury diffusion pump backed by a ‘Hyvac’ rotary pump. 
The cylindrical reaction vessels were supported horizontally in a furnace whose 
temperature was controlled to ± 1° C by a Cambridge Instrument Company regu¬ 
lator, operated by changes in the e.m.f. of a chromel-alumel thermocouple. The 
vessels used for most experiments were of Pyrex, 28 mm. in diameter. Vessel A had 
a plain entry tube of 6 mm. internal diameter. Vessel B had two entry tubes, each 
of the same length and of internal diameter 6 mm. The heated' entry tube ran the 
length of the furnace before entering the vessel, while the 'normal' entry tube was 
disposed as far as possible outside the furnace and could be heated by a small 
subsidiary furnace. Gas pressures were measured, according to their range, on 
a Mcleod gauge, a glass spoon gauge sensitive to 0*02 mm. of mercury, or a mercury 
manometer. Apiezon grease M or L was used on stopcocks. This grease absorbs very 
small amounts of chloropicrm vapour, but the amount absorbed does not affect the 
reproducibility of results. 


PreiMration of gases 

Hydrogen, oxygen and argon were prepared, purified and stored as described by 
Dainton & Norrish (1941). 

Chloropicrin was obtained from a commercial stock (1939) and from C.D.E.S. 
(Porton) (1946). After purification, these samples yielded products which gave 
vapour pressure-temperature relationships in good accord with pubhshed values. 
Each sample was placed in an all-glass apparatus and distiOed at reduced pressure 
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over pbosplionis pentoxide Tlie distillate was fractionated twice ifi vcicuo, tlie 
middle third of each fractionation being collected in a trap cooled in solid carbon 
dioxide. The chloropiorin was stored in a trap in solid carbon dioxide. 

Nitrosyl chloride was taken from a sample supplied by I.C.I. Ltd. and was 
fractionated in vacuo after passage over phosphorus pentoxide. In order to remove 
traces of chlorine, the nitrosyl chloride was distilled from — 80 ° C (sohd carbon 
dioxide-ether) and collected in a trap cooled to -110° C (a freezing mixture of 
CHCI3 and CHCl^CCla cooled with liquid mtrogen). The nitrosyl chloride was 
stored as the solid in a trap cooled in liquid nitrogen. 

Carbonyl chloride was taken from a cylinder and fractionated in vacuo, after drying 
with phosphorus pentoxide. It condensed to a colourless liquid which was stored 
in a trap cooled in solid carbon dioxide. 

Experimental technique 

The reactants and sensitizer were premixed for 20 min. in the required propor¬ 
tions and admitted to the reaction vessel already heated to the required temperature. 
Small pressures of sensitizer were measured using the 'dilute mixture’ technique 
described by Dainton & Norrish. All concentrations are given as mm. Hg at 400 ° C. 
The criterion of ignition was the visual observation of a hot flame, check experi¬ 
ments at various concentrations confirming that this was accompanied by nearly 
100 % combustion in the reaction vessel. At lower total pressures, the Bourdon 
gauge was left connected and a sharp kick (indicating an increase of pressure due 
to heating) marked the onset of ignition. Slow reactions were followed on the 
Bourdon gauge. The small 'kick’ before a slow reaction was observed with nitrosyl 
chloride and with the decomposition products of chloropicrin, but was never 
observed with chloropicrin. Induction periods were measured to ± 0*2 sec. on 
a stop-watch, and where ignitions are reported as 'instantaneous’ the induction 
periods were certainly less than 0*2 sec. 

ExPEBIMENTAIi RESULTS 

Mixtures of hydrogen and oxygen, to which have been added traces of chloro¬ 
picrin, ignite on admission to a reaction vessel at temperatures below 400 ° C, 
provided that the concentration of chloropicrin lies between a lower and an upper 
limit. At 370 ° C, with 150 mm. of hydrogen and oxygen in the stoichiometric 
proportions, these limits have the values 0*12 and 0*83 mm. Just below the lower 
Mmit of ignition, the rate of reaction is fast (figure 1), and the reaction begins as 
soon as the gases are admitted. Just above the upper limit there is an appreciable 
induction period, which is followed by a comparatively slow reaction. The trends 
of the rates as the limits are approached are showm in figure 2. The induction periods 
near the lower limit are too short to be measured; with chloropicrin concentrations 
above 0*5 mm. they increase in an approximately linear manner through and beyond 
the upper limit. Ignitions which occur between the limits are accompanied by 
a bright yellow flame and a loud click, and result in the complete conversion of the 
main reactants in the vessel into water. 
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time (sec.) 

Figxtbe 1. Typical pressure-time curves for 
0*075 mm. of chloropicrm (below the lower 
limit of ignition), 0*75 mm. of chloropicrin 
(igmtion), and 0*87 mm. of chloropicrm 
(above the upper limit of ignition). 150mm. 
of 2112 + 02 at 370° C in Pyrex vessel A, 
28 mm. internal diameter. 



pressure of CdglSrOa (mm.) 

Figuee 2 . The variation of reaction rate (0) 
and induction period r ( x ) with pressure 
of chloropicrm added to 150 mm. of 
2 H 2 + O 2 at 370° C in Pyrex vessel A, 
The lower {Sj) and upper {Su) sensitizer 
limits of igmtion. Broken lines indicate 
igmtion. 


Variation of sensitizer limits with temperature and total pressure 

The variations of the lower and upper sensitizer limits with temperature were 
investigated for concentrations equivalent to 75, 150, 210, 300 and 450 mm. at 
400® C. The results are shown in figure 3. The lower limit is relatively independent 
of temperature for all the concentrations except for 450 mm. at lower temperatures, 
whereas the upper limit is markedly dependent upon the temperature at all con¬ 
centrations. The upper and lower limits converge as the temperature is lowered, 
and below a certain temperature there is no region of ignition. Instead, the reaction 
rate passes through a maximum as the concentration of chloropicrin is increased. 

The variation of the lower and upper sensitizer limits with total pressure, at 
a constant temperature, is illustrated by figure 4 (for 374® C). The lower limit is 
almost independent of pressure and of the way the gases flow into the vessel. The 
upper limit changes considerably with the total pressure, the curve showing a break 
at about 200 mm. Below 200 mm., the values of the upper limits are independent 
of the way the gases flow into the v^sel. Above 200 mm., ignitions near the upper 
limit are instantaneous, and the value of the upper limit is higher with a wider tap 













459 


A study of sensitized explosions. VIII 

between mixing vessel and reaction vessel. If successively biglier pressures of 
argon are added to a selected mixture of reactants and sensitizer which normally 
Ignites (for example, A in figure 4), the mduction periods at first fall slightly and 
the ignitions are eventually quenched. With further addition of argon, however, 
instantaneous ignitions can be observed. 

Other experiments confirm that when the ignitions at the upper limit are in¬ 
stantaneous, the position of this hunt depends upon the construction of the inlet 
tubes and taps used to admit the gases. 

The induction periods 

At a constant concentration of reactants, the induction periods are always short 
near the lower limit. If the concentration of reactants is below 200 mm., the 
induction periods are measurable near the upper limit, but are shorter at liigher 



pressure of CClgNOg (mm.) 

Figure 5. The relation between mduction period r and pressure of chloropicrin at various 
temperatures with 75 mm. of 2 H 2 + O 2 . Pyrex vessel A, Broken lines mdicate ignition. 

temperatures as shown in figure 5. At higher concentrations of reactants, the 
induction period may be too small to be measured even at the upper sensitizer limit. 
Individual points on the curves of figure 5 are reproducible to within a few seconds 
for any particular construction of the tubes and taps admitting the gases to the 
furnace, the values of the mduction periods near the upper limit are substantially 
altered, however, by a change in the time taken by the gases to pass through the 
heated portion of the narrow entry tube. This was demonstrated clearly by using 
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heated entry 


Figuke 6 . Pyrex vessel B, 28 mm. mtemal diameter, showing normal and heated entry. 



pressure of CClaUQ'Og ( mm .) 

Figijbe 7. The dependence of the induction period r upon pressure of chloropicrm with two 
different lengths of heated entry tube. Besults shown for the ‘normal’ ( x ) and ‘heated’ 
(©) tubes of Pyrex vessel 5, with 90 mm. of + at 374° C. Broken hues mdicate 
igmtion. 
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reaction vessel B (figure 6). The route was preselected by the two-way tap, and the 
gases were admitted by opening an 8 mm. tap in the mixing vessel. The velocity of 
flow of gases into the vessel should be the same for both routes. The induction 



Figtjbb 8 . The change in induction period t when the ‘normal ’ entry tube of vessel B is heated 
with the subsidiary furnace (0). The correspondmg induction period for the ‘heated’ 
tube of vessel B is shown (A). 90 mm. of 2 H 2 -I-O 2 at 374° C. 0*45 mm, CClglSrOg. 



total pressure (mm.) 

Figure 9. The dependence of the induction period r upon the total pressure of 2 H 2 +O 2 at 
374° C, in the presence of 0*3% and of 0*5% of chloropicrin. Pyrex vessel A, Broken 
lines indicate ignition. Age of dilute mixture: 0, 1 hr.; 3, 6 hr.; Q, 20 hr. 


periods were much longer when usmg the ^heated’ entry tube, as illustrated dor 
90 mm. of reactants by the curves in figure 7. When the 'normal’ tube was heated 
with the subsidiary furnace, the induction periods of a given mixture of reactants 
and sensitizer increased, and approached those observed for mixtures entering by 
the 'heated’ tube (figure 8). 
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The change in the induction periods as the concentration of reactants is increased, 
keeping the percentage of chloropicrin constant, and the temperature constant, is 
illustrated by the curves in figure 9. This figure also shows that there is little change 
in the sensitizing action of chloropicrin which has been stored for some time in 
a dilute mixture with oxygen. 

The sensitizing action of the decomposition products of chloropicrin 

The decomposition products were prepared by passing chloropicrin vapour 
through a chamber heated to 370° C, and were stored as dilute mixtures with oxygen. 
The decomposition products, when used as sensitizer, gave lower and upper limits 
of ignition, outside which slow reactions occurred and between w^hich ignitions 
were observed. The variation of these limits (expressed as actual pressure of de¬ 



total pressure (ram.) 

Figube 10. The dependence of the upper and lower sensitizer hmits, using the decomposition 
products of chloropicrm, upon total pressure of 2H2-f02, at 374° C in Pyrex vessel A. 



0 0*4 0 8 1-2 

SjSjj 


Figube 11. The dependence of the induction period r upon the ratio SjS^; where pressure 
of sensitizer, upper sensitizer limit. Results shown (0) with nitrosyl chloride as 
sensitizer and (®) with the decomposition products of chloropicrin. 150 mm. of reactants 
at 374° C in Pyrex vessel A. 
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composition products) with the total concentration of reactants is shown in 
figure 10, and there is a strong suggestion of a closed curve for the ignition region. 
The values of the induction periods as the ignition region is crossed, at a constant 
total pressure, are very similar to those observed with mtrosyl chloride as sensitizer 
and are much longer than with chloropicrin. In figure 1 i the induction periods for 



pressure of CClglSrOa + NOCl (mm.) 

Fig-xtbe 12. Changes produced m the mduetion period r by addmg mtrosyl chloride to various 
fixed amoimts of cliloropierm. Induction periods with mtrosyl chloride alone (O), with 
chloropicrin alone ( x ) and with the ‘mixed’ sensitizer (#), for 150 mm. of 2 H 2 + O 2 at 
374° C m Pyrex vessel A. Lower and upper sensitizer limits (mtrosyl chloride-pchloro¬ 
picrin) shown by arrows on each curve. 

the decomposition products and for nitrosyl chloride are plotted against SjSxj, 
where S is the concentration of either sensitizer and S-q- the corresponding upper 
sensitizer hmit. 

A series of experiments with carbonyl chloride, at the concentrations in which it 
would be formed in the experiments with chloropicrin, showed that by itself it has 
no sensitizing action on the hydrogen-oxygen reaction. Nor does the addition of 
small amounts of carbonyl chloride to mixtures sensitized by nitrosyl chloride have 
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any effect on the upper limit for ignition of nitrosyl chloride; the induction period 

is also unclianged. 

Experiments were designed to use a sensitizer which, simulated partially decom¬ 
posed chloropioriiij on the assumption that nitrosyl chloride is the only product 
of the decomposition which can affect the reactions leading to ignition. It was found 
that if traces of nitrosyl chloride were added to the chloropicrin in making up the 
sensitized mixtures, the induction period became measurable over the whole range 
of ignitions and even below the lower limit of igmtion. This is shown in figure 12 by 



Figtob 13. The dependence of the lower and upper sensitizer limits (chloropicrin+nitrosyl 
chloride) upon the percentage of nitrosyl chloride in the ‘mixed’ sensitizer. 150 mm. of 
2 H 24 -O 2 at 374° C in Pyrex vessel A. Induction periods (sec.) in brackets. 

the steeply rising curves, each curve showing the effect on the induction period of 
adding increasing amounts of nitrosyl chloride to a fixed amount of chloropicrin in 
making up the mixtures. Each of these steeply rising curves therefore springs from 
the point on the induction period curve for chloropicrin (crossed points) corre¬ 
sponding to the appropriate fixed amount of chloropicrin. Moreover, each steeply 
rising curve soon becomes practically coincident with the curve for nitrosyl chloride 
itself (circled points). The ignition limits are again indicated by arrows, and it can 
be seen that the lower hmit occurs at the same total pressure of sensitizers on each 
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curve, while the upper limit increases somewhat for the curves rich in nitrosyl 
chloride. This effect can be seen more clearly in figure 13, in which the igmtion 
limits are plotted as the total pressure of nitrosyl chloride plus chloropicrin against 
the percentage of nitrosyl chloride in the mixture. The induction periods (seconds) 
at the limits are shown by the numbers on the curves in figure 13. 

True and 'shadow' boundaries of ignition 
The appearance of an induction period of several seconds when traces of nitrosyl 
chloride are added to the chloropicrin has been utilized in experiments which 
indicate the nature of the upper chloropicrin hmit at high pressures of reactants, 
for example, the upper limit above 200 mm, shown in figure 4. As soon as a trace 
of nitrosyl chloride is added to the chloropicrin, this hmit no longer increases 
sharply with the increase of reactant pressure, but shows the same trend as with the 
sensitizer composed of the decomposition products of chloropicrin, figure 10 , and 
as with nitrosyl chloride (Dainton & Norrish 1941 ). This remarkable change is 
illustrated in figure 14, which is the result of comparing (in the vessel jB, using one 
entry tube only) the upper hmit with 100 % chloropicrin (circled points) and the 
upper hmit with a sensitizer composed of 9o% chloropicrin and 5% nitrosyl 
chloride (crossed points). The boundary of measurable induction periods with 
100 % chloropicrin is shown with sohd semicircles. This boundary is lower if the 
flow of gases into the vessel is hindered by inserting a short length of capillary 
between the mixing vessel and the reaction vessel. 



Figure 14. The dependence of the upper sensitizer limit upon the total pressure, with 
chloropicrin (O) and 95 % chloropicrin+ 5 % nitrosyl chloride (x ) at 374° C. The boundary 
of iustantaneous ignition with chloropicrin is shown by half-circles (J) and the effect upon 
this boundary of inserting a capillary in the entry tube is showm by small half-ciroles (f). 
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Discussion or results 

The esperimental work lias estabhshed the following facts of major importance: 
(a) Chloropicrin considerably extends the region of ignition of hydrogen-oxygen 
mixtures. At temperatures well below the minimum ignition temperature of a 
given pressure of the unsensitized reactants, ignitions occur with pressures of 
chloropicrin which lie between a lower and an upper sensitizer limit. Immediately 
outside these limits, slow reaction occurs. 

(d) With a given total concentration of reactants, the lower sensitizer limit is 
almost independent of the temperature, but the upper sensitizer limit increases 
considerably as the temperature is raised. 

(o) As the pressure of reactants is increased at a fixed temperature (say 370° C) 
the lower sensitizer limit changes little; the upper limit increases rapidly at low 
pressures (< 150 mm.), much less rapidly at moderate pressures (150 to 200 mm.), 
and then very rapidl}^ at higher pressures. 

(d) The upper limit at these higher reactant pressures is associated with an 
extremely short induction period, and the value found for the limit then depends 
upon the way in which the gases enter the vessel, being higher, for instance, with 
a wider inlet tap. 

(e) The upper limit at lower reactant pressures (< 200 mm. at 370° C) is associated 
with an induction period of several seconds; the value of the limit is then in¬ 
dependent of the way in which the gases enter the vessel, but the induction period 
is longer when a greater length of the entry tube is heated to furnace tempera¬ 
ture. 

(/) The induction periods near the lower limits are very short (a fraction of 
a second) at aU temperatures and pressures, so short that the ignitions appear to 
be instantaneous 

(g) When a trace of nitrosyl chloride is added to the chloropicrin, these very 
short induction periods are increased to several seconds. The lower limit is not 
changed. The upper limit is miaffected at reactant pressures below 200 mm., but 
above 200 mm. it no longer increases with increasing reactant pressure, but falls 
slightly. 

(k) The gradual replacement of chloropicrin by nitrosyl chloride has no effect on 
the lower sensitizer limit (expressed as = PccisNOs + Rnogi) ^^d very little effect on 
the upper sensitizer limit until the proportion of nitrosyl chloride approaches 100 % 
The induction periods increase rapidly in the early stages of the replacement, rapidly 
approaching values associated with 100 % nitrosjd chloride. 

(i) When the decomposition products of chloropicrin are used as sensitizer, the 
limits are roughl}^ double the corresponding limits with nitrosyl chloride or chloro- 
picrin as sensitizer. The induction periods at the limits for the decomposition pro¬ 
ducts are very similar to those at the corresponding limits for nitrosyl cliloride 
{j) Carbonyl chloride has no sensitizing action at the concentrations and 
temperatures at which chloropicrin and nitrosyl chloride are effective. Addition 
of carbonyl chloride has no effect on the upper limits of the nitrosyl chloride sensi¬ 
tized reaction, nor on the induction periods observed there. 
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The most important conclusion which can be drawn from these facts is that the 
behaviour of chloropicrin as a sensitizer closely resembles that of nitrosyl chloride. 
The resemblance is most marked in the close agreement between the values of the 
lower and the upper limits for the two sensitizers at moderate pressures of reactants. 
The fact that chloropicrin can be replaced by nitrosyl chloride with so little effect 
on the limits (figure 13), coupled with the evidence that carbonyl chloride (which 
IS formed with nitrosyl chloride by the decomposition of chloropicrin) has no sensi¬ 
tizing action, strongly suggests that the sensitizer limits in the chloropicrin 
sensitized reaction are fixed by the nitrosyl chloride formed by the breakdown of 
the chloropicrin 

This hypothesis is supported by the agreement between the values of the 
sensitizer limits with chloropicrm and with the decomposition products, when the 
latter are expressed in terms of the nitrosyl chloride present (figure 15). 



total pressure (mm.) 


Figube 15. Comparison of the sensitizer limits usmg chloropicrm (G) and the decomposition 
products of chloropicrin (full Imes, expressed as pressure of nitrosyl chloride present in 
the decomposition products) at various total pressures. 374° C in Pyrex vessel A, 

It is also supported by the similar variation with temperature of the upper 
sensitizer limits with chloropicrin and with nitrosyl chloride. Dainton & Norrish 
( 1941 ) showed that the upper limit Pu for nitrosyl chloride, with a constant 
concentration of reactants, fit the equation In Pjj== -E/RT-hB, where E varies 
somewhat with the total pressure of reactants as shown below. Figure 16 shows 
that the upper limits Sjj for chloropicrin obey a similar equation, for log^o Su is 
a hnear function of the reciprocal of the absolute temperature. The values of E 
obtained from these lines compare well with those obtained by Dainton & Norrish 
for NOCl. 

concentration of reactants (mm.) 

^^ , 

75 150 210 

E chloropicrin (cal.) 17,100 18,300 18,600 

B mtrosyl chloride (cal.) 13,600* 18,300 21,000 

* The points which were used to determine this value were somewhat scattered. 

Although the upper limit with chloropicrm apparently increases at higher 
pressures of reactants (figure 4), whereas it falls with the decomposition products 
(figure 10) and with nitrosyl chloride, the experiments illustrated in figure 14 
suggest that when the very short induction period near the lower hmit is lengthened 
the discrepancies between the upper limits with the different sensitizers disappear. 


VoL 203. A. 
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With 100 % chloropicrin, the upper ignition boundary at high reactant pressures 
is probably a projection of points on the boundary of ^instantaneous ignitions; all 
mixtures whose composition passes through the region of extremely short induction 
periods during the entry of gases will ignite. The boundary observed will then be 
a ^shadow’ of the region of very short mduction periods. The boundary with 
95 % chloropicrin-h 5% nitrosjd chloride, on the other hand, is probably the true 
upper boundary. The true trend of the upper hmits with total pressure is therefore 
similar for chloropicrin and for nitrosyl chloride. 



Figure 16. Variation of upper sensitizer (chloropicrin) limit with temperature: plots of 
logj^/Sfr against 1000JT for various total pressures of 2 H 2 + Og, in P 3 rrex vessel A» 

The discussion has shown that the sensitizing action of chloropicrin is so similar 
to that of mtrosyl chloride, especially in the experimental agreement between the 
values of the limits for the two sensitizers and the trends of these limits with re¬ 
actant concentration and temperature, that it appears that nitrosyl chloride is the 
effective sensitizer in each system. 

This hypothesis is supported by estimates of the percentage decomposition of 
the chloropicrin which occurs as the gases flow into the vessel. The mimmum 
time spent by the gases in the entry tube can be calculated by treating the 
admission tap as a jet or nozzle, the bore of the tap forming the throat of the 
jet. Assuming that the flow is streamlined, the mass flow of gas through the tap 
can be calculated from the conditions of pressure and temperature in the mixing 
vessel, and hence, from the ratio of the volumes of the mixing vessel and reaction 
vessel, the 'ideal’ time taken for the mixing vessel pressure to fall to the equi- 
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librium pressure. This ‘ ideal ’ time gives a mirtirmim value for the actual time of 
flow, because the flow will certamly be turbulent and the calculations under¬ 
estimate the effect during the later stages of flow of the back pressure built up in 
the reaction vessel. With the mixing and reaction vessels used, the minimum time 
for the pressure to equilibrate is about 100 msec, for a 2 mm. diameter tap and 
about 4 msec, for a 100 mm. diameter tap. It is also possible to calculate the ideal 
linear velocity of flow down the entry tube; with an entry tube of 6 mm. internal 
diameter, the average times spent by each small portion of the gases in the heated 



[GUBE 17. The calculated minimum time (msec.) Figtjbe 18. The estimated percentage of chloro- 
spent by a portion of the gas in an entry picrin which has decomposed m 3 msec, at 

tube 20 cm. long and 6 mm. mtemal diameter, various temperatures, 

at different stages of the flow mto the vessel. 

portion (20 cm. long) can therefore be estimated (figure 17) at different stages of 
admission. The average time spent in the tube can be taken as roughly 3 msec. 

For various temperatures, the values of the velocity constant h of the unimoleoular 
decomposition of chloropicrin have been calculated from the formula 

= 4-9 X 10^^ X e*" 37 , 67 o/j 2 T (Smith & Steacie 1938 a, 6 ), 

and hence the percentage decomposition in 3 msec, obtained (figure 18). At 
temperatures above 375"^, the decomposition is virtually completed within the 
entry tube. It will certainly be completed within the much longer time taken to 
establish pressure equilibrium in the vessels. 

There remains the problem why the induction periods are so much shorter with 
chloropicrin than with the same quantities of nitrosyl chloride, in spite of the fact 
that the position of the limits is fixed for both sensitizers bjr nitrosyl chloride. The 
shoi'tening must be intimately connected with the rapid decomposition of the 
chloropicrin. Moreover, it is clear from figure 7 that the induction periods are 
longer when a greater length of the entry tube is heated. This suggests that short 
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indnction periods result when the decomposition of the chloropicrin occurs close to 
the reaction vessel, under these circumstances, there would be a greater concen¬ 
tration of chloropicrin close to the vessel. The remarkable lengthening of the 
induction periods when a trace of nitrosyl chloride is added, however, eliminates 
chloropicrin as the direct cause of the shortening, because no interaction between 
chloropicrin and nitrosyl chloride has been observed during the decomposition of 
chloropicrin. The short mduction periods must therefore be due to some reactive 
product of the decomposition of chloropicrin, probably an atom or free radical, 
which is removed rapidly by reaction with nitrosyl chloride; durmg the flow of 
chloropicrin-sensitized mixtures down the entry tube, the reactive product would 
be removed by the nitrosyl cliloride formed from the chloropicrin, and its con¬ 
centration would fall during the later stages of the flow. Assuming that the reactive 
product reacts with hydrogen or oxygen to initiate the hydrogen-oxygen chains, 
it is probable that most of the chains started in the entry tube would be started 
close to the point where the decomposition of the chloropicrin begins. If this point 
is remote from the reaction vessel in the narrow entry tube, the chains will not mul¬ 
tiply, but rather decrease as the gases flow towards the vessel (because of the 
effective termination of chains on the walls of narrow tubes); once in the vessel, 
however, conditions may be favourable for the multiplication of the chains by 
branching, and ignition would then occur after a certain induction period. On the 
other hand, if the point lies close to the reaction vessel, the decrease in the number 
of chains would be less, in the vessel, the same multiplication will operate on a 
much greater imtial number of chains, and the induction periods will be shortened. 
An extreme example of this shortening is provided by experiments with two 
quartz reaction vessels. These had wide entry tubes (10 mm. internal diameter) 
which were in effect elongated reaction vessels, and were favourable for multi¬ 
plication of chains within the entry tube. It was observed that ignitions were 
instantaneous for aU sensitized mixtures 

The experimental results therefore lead to the conclusion that the induction 
periods are shorter with chloropicrin than with nitrosyl chloride because of the 
formation during the decomposition of chloropicrin of a reactive substance which 
can initiate hydrogen-oxygen chains, and which reacts rapidly with nitrosyl 
chloride. The rapidity of the reactions of this reactive substance suggest that it 
may be a free radical or atom. 


COKCLTJSIONS 

The conclusions which have been reached may be recapitulated as follows: 

(1) A careful comparison of the sensitizing action of chloropicrin and of nitrosyl 
chloride on the hydrogen-oxygen reaction suggests that nitrosyl chloride is the 
effective sensitizer in each system. In the chloropicrin-sensitized system, it is the 
decomposition product, nitrosyl chloride, which determines the values of the 
sensitizer limits and their variation with temperature and pressure. 

(2) The velocity of decomposition of chloropicrin at temperatures above 370° C 
is probably sufficiently rapid for more than 90 % of the decomposition to occur 
during the flow down a normal entry tube, and certainly sufficiently rapid for 
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complete decomposition to occur before the final pressures are reached in the 
reaction vessel. 

(3) The difference between the induction periods of the reaction sensitized by 
chloropicnn and by the same quantities of nitrosyl chloride is probably due to the 
formation of a free radical or atom during the decomposition of chloropicrin. This 
free radical or atom (X) can initiate the hydrogen-oxygen chains, and is removed 
by nitrosyl chloride. This removal will occur as the sensitized mixtures pass down the 
entry tube into the reaction vessel, so that the concentration of X (and therefore 
the rate of initiation of the hydrogen-oxygen chains) is probably at a maximum in 
the entry tube just inside the furnace. 

These conclusions would be consolidated if some other test for the occurrence of 
the free i^adical or atom X could be devised. A consideration of the structure of 
chloropicrin suggested, in the light of conclusion (3), that the radical or atom might 
be CCI 35 COCl or Cl.'^ Such radicals would start the hydrogen-oxygen chains by 
reacting with hydrogen, and so would be expected to start other cham reactions 
involving hydrogen, for example, the hydrogen-chlorine reaction. This reaction is 
particularly interesting, because the nitrosyl chloride formed by the decomposition 
of chloropicrin is an inhibitor for chain reactions involving chlorine atoms, and so 
cannot play the same role as it does m the hydrogen-oxygen reaction. Any sensi¬ 
tization of the hydrogen-chlorine reaction must therefore be ascribed to chloro¬ 
picrin or to the radical or atom formed by the decomposition of chloropicrin. It has 
been found that chloropicrin acts as a very powerful sensitizer for the hydrogen- 
clilorine reaction, and the detailed investigations described in the following paper 
fully confirm the existence of the free radical or atom X postulated in conclusion (3). 

The authors wish to thank the Governing Body of Emmanuel CoUege, Cambridge, 
for a Research Studentship given m 1938 to one of us (P.G. A.), and for a Research 
Fellowship (P.G.A.) which enabled this work to be resumed in 1946. They also 
wish to thank the Department of Scientific and Industrial Research for a Research 
Maintenance Grant in 1938 (P.G.A.). 
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IX. Experimental work on the sensitization of ignitions 
of hydrogen-chlorine mixtures by chloropicrin 
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{Received 9 May 1950) 

The results of a study of the sensitizing eiction of chloropicrin upon the hydrogen-oxygen 
reaction suggested that chloropicrin might also sensitize the hydrogen-chlorine reactions 
by providing chlorine atoms which would mitiate the reaction chains. 

Experimental work is described which shows that the addition of small proportions of 
chloropicrm lowers the normal igmtion boundary of hydrogen-chlorme mixtures to the 
temperature range 100 to 200° C. This sensitized boundary separates exceedmgly rapid and 
complete reactions from slow reactions which are further retarded durmg their course by the 
formation of nitrosyi chloride from the chloropicrin. At higher temperatures (330 to 370° C) 
the decomposition of the chloropicrm is sufficiently rapid for the inhibitmg action of the 
nitrosyi chloride to become prominent durmg the entry of the gases, and the ignition 
boundary rises with increasing temperature. It rises more sharply with a greater proportion 
of chloropicrm m the mixtures entering the vessel, and when a longer portion of the entry 
tube is heated. The sensitized ignitions are suppressed by the addition of small quantities of 
mtrosyl chloride. A remarkable 'backfire’ phenomenon, m which ignitions travel back to the 
cold mixmg vessel but not mto the hot reaction vessel, is described and shown to be m agree¬ 
ment with the assumption that reaction chams are started by chlorme atoms formed from 
chloropicrm and are abruptly terminated by nitrosyi chloride also formed from chloropicrm. 

Experimental work upon the effects of mtrosyl chloride upon the boundary of igmtion of 
mixtures of hydrogen and chlorme show that below 400° C it acts as an mhibitor, but above 
400° C it has a slight sensitizmg effect. 

Introduction 

There has been comparatively little work on the thermal reaction between hydrogen 
and chlorine. The slow reaction has been studied by Pease ( 1934 ) between 200 and 
230° C, by Morris & Pease ( 1939 ) at 184° C, by Clmstiansen ( 1929 ) at 200 ° C, and 
by Khodscliaian & Kornfeld ( 1937 ) at 200 ° C. There is general agreement that the 
thermal reaction is, hke the photochemical, a chain reaction, but at temperatures 
below 300° C the chams both start and end on the walls. 

At higher temperatures the reaction proceeds sufiiciently rapidly for inflamma¬ 
tion to occur. The region of ignition was investigated by Sagulin ( 1928 ) who found 
that between 280 and 400° 0 there was a minimum ignition pressure (P) for each 
temperature (P). This pressure varied with the proportion of chlorine in the 
mixture admitted to the heated vessel, and, for a mixture of fixed proportions, 
with the diameter of the vessel. Sagulin found that there was a relation between 
P and T of the form . 

where B varies with the vessel diameter and with the proportions of reactants used, 
but A is independent of these factors. These results were examined by Semenoff 
(^ 935 )> interpreted them as favouring a chain reaction initiated by chlorine 
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atoms formed in the gas phase by dissociation of chlorine, but not excluding 
a simple bimolecular reaction of plausible (but undetermmed) activation energy. 

It appeared from a study of the sensitizmg action of chloropicrin upon the 
thermal reaction between hydrogen and oxygen that the decomposition of chloro¬ 
picrin produces a radical or atom which would be capable of starting the hydrogen- 
chlorine chains. Moreover, the main products of the decomposition of chloro¬ 
picrin, carbonyl chloride and nitrosyl chloride, would not be expected to initiate 
chains at temperatures below 300° C. Nitrosyl chloride is known to terminate 
chains involving chlorine atoms by reacting with them to give nitric oxide and 
chlorine (Dainton 1947 )- Carbonyl chloride and hydrogen are known to react 
photochemically, but the initiation step involves the breaking of a C-Cl bond and 
in the absence of light this step would be very slow at the temperatures concerned. 
It therefore appeared that the long chains of the hydrogen-chloride reaction might 
be used as a magnifying agent to detect the presence of the atom or radical formed 
during the decomposition of chloropicrin. 

The work described in this paper shows that chloropicrin sensitizes hydrogen- 
chlorine reaction to a remarkable extent, lowering the region of ignition by some 
two hundred degrees Centigrade with moderate pressures of reactants (10 to 
200 mm. Hg). The detailed study of this effect has pro^uded some striking illustra¬ 
tions of the interplay between sensitization by chloropicrin (by means of the atom 
or radical formed during its decomposition) and inhibition by the mtrosyl chloride 
which is also a product of decomposition of the chloropicrin. The results strongly 
support the suggestions advanced to explain the action of chloropicrin upon the 
hydrogen-oxygen reaction, and provide an interestmg example of the sensitization 
of the hydrogen-chlorine reaction by a fragment of a molecule other than the 
reactants. 

Experimextal methods 
Apparatus 

The apparatus used was similar in most respects to that used for investigating 
the hydrogen-oxygen reaction, part VIII of this series (Ashmore & Norrish 1950 a), 
except that all vessels were shielded from light and all connecting tubing and taps 
were enamelled black. Precautions were also taken to prevent stray light entering 
the observation window on the furnace during the admission of the gases and the 
subsequent reaction. 

Two cylindrical Pyrex reaction vessels were used, each 28 mm. internal diameter, 
vessel A having a plain entry tube, and vessel B being the double entry vessel 
described in part VIII. 

Preparation of gases 

Hydrogen, mtrosyl chloride, carbonyl chloride, and chloropicrin were prepared and 
stored as described in part VIII. 

Chlorine was prepared (a) by the method used by Ritchie & Norrish ( 1933 ). 
Pure hydrochloric acid was dropped on to pure potassium permanganate. The gas 
evolved was washed with aqueous permanganate and then with water, in darkened 
vessels, passed over phosphorus pentoxide, and collected in a trap in liquid nitrogen. 
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Any air trapped with the sohd chlorine w^as pumped off with frequent melting and 
freezing of the ciilorine. The liquid chlorine was then repeatedly distilled in 
a vacuum apparatus from — 97^^ C (methylene chloride, solid-liquid) into liquid 
air, the middle two tliirds being collected each time, and the final product being 
stored in a trap in liquid air. (b) Prom a cylinder of liquid chlorine, by passing the 
gas over phosphorus pentoxide and then collecting the chlorme in hquid air, and 
fractionating as above. Three fractionations were used The chlorine prepared by 
each of these methods appeared to give the same ignition hmits when comparison 
determinations were made. 



Experimental technique 

Ignition regions were explored using the admission method described in 
part VIII. The gas mixture was always admitted by opening the mixing vessel 
tap; when the double entry vessel was used, the desired route was first selected 
wdth the two-way tap. Ignitions were generally viewed through an observation 
window at the back of the furnace, but for some of the ignitions the peculiar 
phenomena encountered required simultaneous observation of the reaction vessel, 
connecting tubing and mixing vessel.'*' 

Analysis of products 

For the analyses during and after reaction, the apparatus shown in figure 1 was 
used. Gases in the reaction vessel could either be expanded through the spirals 8^ 
immersed in liquid nitrogen, into the 2 1. bulb R, or withdrawn through the spirals 
by the Toepler pump or by the main line pump by manipulation of the appropriate 

^ The authors are grateful to Dr A. J. C. Nicholson, Dr A. J. Hardmg, Mr E. E. Wilson, 
and Mr D. Patanyak for their assistance in these observations. 
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taps. The condensible gases (chlorine, hydrogen chloride, and chloropierm and its 
decomposition products) were thus collected in the spirals and the hydrogen passed 
into the bulb or to the pump. The amount of hydrogen could only be determined 
by a lengthy withdrawal of the gases with the help of the Toepler pump. Trial runs, 
however, showed that a reliable figure for the percentage of reaction completed 
could be obtained from the amount of chlorine and hydrogen chloride retained in 
the spirals. This permitted a much more rapid determination to be made by 
opening the reaction vessel to the spirals and the two litre bulb, which reduced the 
pressure in the reaction vessel to less than 3 % of its original value in a small 
fraction of a second, and the remaining gases could be rapidly withdrawn, again 
through the spirals, by opening the tap to the main pump. The absence of hydrogen 
chloride and of chlorine in the gases passing into the two litre bulb, was proved by 
withdrawing them slowly through the cooled spirals after the main bulk of the 
hydrogen chloride and the chlorine had been measured and pumped away The 
amounts of gases withdrawn from the reaction vessel were measured as pressures 
in certain parts of the apparatus, and referred to the reaction vessel by using the 
measured ratios of the volumes of these parts to that of the reaction vessel. 


Expeeimental eesijlts 
Ignitions of unsensitized mixtures 

The ignition region of equimolar mixtures of hydrogen and clilorine was investi¬ 
gated, using the Pyrex reaction vessel of 28 mm. internal diameter with the single 
entry tube. At a given temperature, ignition occurs with pressures above a limit, 
and the variation of this pressure with temperature gives a low'er boundary to the 
region of ignition (figure 2). In order to obtain reproducible results, it was essential 
to use on the taps grease which had not been exposed to chloropicrin vapour. The 
ignitions in the region immediately above the boundary are sharp, that is, there is 
a hot bright flame accompanied by an audible click, and a sharp temporary 
pressure rise is registered on the Bourdon gauge when connected at lower pressures. 
The bright yellowish white flame strikes back into the mixing vessel at higher 
pressures. There is no observable time lag between admission and ignition. 

The effect of chloropicrin 

At 250° C, addition of 1 mm. of chloropicrin reduces the ignition pressure from 
above 250 mm. to below 20 mm. The new position of the ignition boundary in the 
presence of 2, 10 and 18 mm. of chloropicrin (expressed at 400° C) was determined, 
and the values obtained are also shown in figure 2. 

Above 200° C the ignition boundary is very low even for small concentrations 
of chloropicrin. It was expected, however, that this boundary might rise again at 
higher temperatures, and accordingly the boundary for 0-55 mm. of chloropierm 
was determined over the temperature range of 150 to 400° C, using the double 
entry vessel B, In figure 3 the sensitized boundary is compared with the boundary 
for unsensitized equimolar mixtures of hydrogen and chlorine. It will be seen that 
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the complete region of sensitized ignitions is shaped rather like the ^cold-flame’ 
region found in the combustion of some ethers and hydrocarbons. 

The position of the sensitized boundary between 340 and 360° C is greatly 
affected by the location of the entry tube inside the furnace and by the time taken 
for the gases to flow through it into the reaction Tessel. Figure 4 shows the two 
boundaries obtained with the heated and normal entry tubes of vessel and also 
the effect of inserting a capillary constriction in the entry tube. 



Figtjbe 2 . Variation of minimum ignition pressure (Hg + Clg) with temperature for hydrogen 
and chlorine, with 0, 2, 10, and 18 mm. of chloropicrin. Pyrex vessel A, 

"^Vhen the gases flow in through the normal entry tube at temperatures above 
340° C, the boundary remains low. At pressures just inside this boundary, the 
ignition is accompanied by a click, clearly audible but not as loud as at lower 
temperatures. The flame is not nearly so bright as at lower temperatures, and 
lasts an appreciable fraction of a second. When the gases flow in through the heated 
entry tube, the ignition boundary is n^uch higher than for the normal entry tube. 
In addition, when the flame appears, it is very feeble and lasts several seconds, 
and could well be described as resembling the glow of phosphorus, except that 
its colour is a little more yellow. 






A study of sensitized explosions. IX 


477 



temperat-ure {° C) 

Figitrb 3. Variation of imnimum ignition pressure (H^ + Clg) with temperature for hydrogen 
and chlorme, with 0 and 0*55 nun. of chloropicrin. Pyrex vessel B. 



PiGUBE 4. The effect of mode of entry on the upper temperature limit to the region of sensitized 
ignition in vessel B. Broken lines show effect of different pressures of chloropicrin with 
a capillary inlet. Pull lines show effect of ‘normal’ ((J) and ‘heated’ (0) entry tubes, 
with 0*55 mm . of chloropicrin. See figure 9 for reaction rates along DBF . 
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The ‘backfire' 'phenomenon 

An uiteresting phenomenon occurs above 350^0 and at pressures just below the 
boundary for sensitized mixtures flowing in through the heated entry tube. As 
has been said, there is no flame visible in the reaction vessel. There is, however, 
a bright flame which starts in the hot entry tube and travels back into the cold 
mixing vessel, accompanied by a very loud click and a considerable pressure pulse. 
This phenomenon was repeatedly confirmed by several observers, w'ho separately 
watched the reaction vessel, observation points cleared on the enamelled connecting 
tubing, and the mixing vessel. Its implications are discussed later. When the sub¬ 
sidiary furnace on the normal entry tube is kept at the temperature of the main 



Figubb 5. The variation of the nmumiim ignition pressure (H 2 4- Cb) with ehloropicrm pressure 
at 162° C in reaction vessel B (heated entry). Introduction periods (seconds) in brackets. 
See figures 7 and 8 for reaction rates along ABC. 

furnace, the gases admitted through the normal entry tube behave in precisely the 
same manner as when flowing through the heated entry tube. The ignition boundary 
then rises steeply with increase of temperature, and the 'backfire’ phenomenon 
described above appears just below this new position of the boundary. It seems 
clear &om this that the different effects observed for the normal (unheated) entry 
tube and heated entry tube are due solely to the length of narrow tube which is at 
the furnace temperature. 

Variation of the ignition boundary with chloropicrin pressure at 162° 0 

Figure 5 shows the variation at 162° 0 of the boundary of ignition of equimolar 
mixtures in vessel B (heated entry tube) as the chloropicrin pressure is increased. 
The equation relating the ignition pressure P and the chloropicrin concentration Cp 
is clearly some form of hyperbola with asymptotes other than P = 0 and (7p = 0. 
At the lower chloropicrin concentrations, there is a short induction period, and 
representative values in seconds are given on the curve. 
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Variation of the ignition boundary with proportions of reactants 

In this same temperature range (100 to 200° C) the position of the boundary 
varies with the proportion of chlorme in the mixture. The variation of the boundary 
with the percent^ige of chlorine m the mixture, in the presence of a fixed concentra¬ 
tion (0-55 mm.) of chloropicnn, at a temperature of 177° C, is shown in figure 6. 
The Ignition pressure is at a minimum at about 65 to 70 % of chlorine. 



PiGUBE 6. The variation of the minimum igmtion pressure with the percentage of chlorine in 
the mixture at 177° C m reaction vessel B (heated entry) m the presence of 0*55 mm. of 
chloropicnn. 

The percentage of reaction completed after ignition and during slow reaction 

The question arises, however, what these ‘visible flame’ boundaries for the 
sensitized mixtures mean in terms of the amount of reaction completed. This was 
investigated near the low temperature boundary, at 162° C, by determining the 
percentage conversion to hydrogen chloride of a given mixture of hydrogen and 
chlorine, with various concentrations of chloropicrin added, at a given time. The 
initial compositions of the mixtures thus lie on the line ABC passing through the 
ignition boundary of figure 5. In figure 7 the percentage conversion, at 5 sec. after 
admission, is plotted against the pressure of chloropicrin, for 93 mm. of Hg + Clg. 
The position of the sharp variation in percentage conversion coincides with the 
point B on the visible flame boundary of figure 5. In order to confirm that the 
region of very low percentage completion of reaction in figure 7 is not due to an 
induction period before an accelerating reaction, the percentage conversion of 
suitable mixtures was determined at intervals up to 40 sec., with the results 
plotted in figure 8. It will be seen that the percentage conversion at a given time 
is practically independent of the amount of chloropicrin used, and that it does not 
reach large values even after half a minute. In the absence of chloropicrin, the 
amount of conversion after 40 sec. was less than 1 %. 

The variation of the extent of reaction as the higher temperature boundaries are 
approached was investigated at 358° C, using a fixed amount of chloropicrin and 
varying the total pressure of reactants, so moving along the line DEF of figure 4. 
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Figttke 7, The dependence of the percentage conversion of 93 mm. of hydrogen and 
cblorme in 5 see. at 162° C, upon the pressure of chloropicrin. 



Figure 8. The percentage conversion of 93 mm. of hydrogen and chlorme at dijBferent time 
intervals. 162° C. Concentration of chloropicrin: 0 0*55 mm.; A 1*55 mm.; 

□ 1-98mm.; O 2*39mm.; V 2*71 mm. 
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It is plain from figure 9 that the percentage conversion after 2 (± 0-25) sec. varies 
markedly with the method of entry. The percentage conversion rises much more 
rapidly with increasing total pressure for the normal inlet tube. With admission 
through the normal tube, the flame first appears in the reaction vessel with about 
8 mm. of gases giving about 50 % conversion in two seconds, whereas the same 



PiGTJiiB 9. The percentage conversion of (Hg + Clg) at various total pressures in 2 ± J sec. at 
358° C, m the presence of 0*55 mm. of chloropicrin, usmg the ‘normal’ and ‘heated’ 
entry tubes of vessel B, 

pressure of 8 mm. admitted through the heated entry tube gives no flame and less 
than 5 % conversion in two seconds. With the heated entry tube, the percentage 
conversion after two seconds has risen to more than 80%, and probably much 
higher, before the flame appears. It is clear that the liigher temperature boundary 
is not defined by the same clear demarkation between very little reaction and 
complete reaction which characterizes the lower limit. 

Effect of the decomposition products 

The effect of the decomposition products of chloropicrin, nitrosyl chloride and 
carbonyl chloride, upon the ignition boundary of equimolar mixtures of hydrogen 
and chlorine was determined. The ignition hmits in the presence of 0*1 mm. of 
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temperature (° C) 


Figube 10. The mmimum igmtion pressure (Ha + Clg) in the presence of 0*1 mm. of nitrosyl 
chloride (curve 1) and no mtrosyl chloride (curve 2). Pyrex vessel B. 



Figube 11 . The effect on the minimum ignition pressure at different temperatures of adding 
nitrosyl chloride. Induction periods in brackets. Heated entry tube of vessel B, 
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nitrosyl cliioride are compared with the hmits for the pure gases in figure 10, and 
the effect of varying the nitrosyl chloride concentration is shown in figure 11. It 
wall be seen that at temperatures above 390° C, nitrosyl chloride has a shght 
sensitizing effect. At lower temperatures, the ignition pressure rises steeply (to 
a practically constant value) as the pressure of nitrosyl chloride is increased. 
There is a short induction period, representative values being sliowai on the curves 
of figure 11 for each temperature. These values include the time of flow into the 
vessel, which w^as less than 0*5 sec., the short capillary was present for these 
experiments. Carbonyl chloride appears to have httle effect on the ignition 
boundary. The position of the limits, wdth or without nitrosyl chloride, is not 
affected by differences in the temperature of the entry tubes, the same limit 
being observed for heated and normal entry tubes. 


Geisteral niscussioisr of results 

The results presented show that chloropicrm causes a considerable extension of 
the igmtion region of mixtures of hydrogen and chlorine to comparatively low 
temperatures and pressures. The region of sensitized ignitions, which in general 
shape is not unlike the cold flame region of some ethers and hydrocarbons, has 
a clear and reproducible boundary on the low' temperature-pressure side, marking 
a sharp change from slow reaction to ignition as the pressure or temperature is 
increased. The position of this lower boundary is lowered by an increase in the 
concentration of chloropicrin added, but appears to be independent of the way 
a particular mixture of gases flows into the vessel. At higher temperatures (above 
200° C) the boundary faUs at first to very low pressures, and in the absence of any 
profound alteration in the composition of the mixture entermg the vessel, the 
boundary might be expected to remain at very low pressures, until it merges into 
the ignition boundary of the unsensitized mixtures. However, it is found that 
with some conditions of gas flow into the vessel, the boundary of visible ignition 
rises steeply at temperatures above 320° C. The main condition which favours 
this rise appears to be the presence of a long heated portion of the entry tube of 
narrow diameter. When a short portion of the entry tube is heated, with the same 
total path length, the boundary is much lower. It has been shown in part VIII 
that estimates can be made of the proportion of chloropicrin decomposed within 
the entry tube, by treating the admission tap as a nozzle and hence calculating 
the time of flow of gases into the vessel. Figure 18 (part VIII) shows that above 
320° C a substantial proportion of the chloropicrin entermg the vessel will be 
decomposed within the time spent in even a short entry tube. The curve of figure 18 
(part VIII) lies in the same temperature region as the curves of figure 4 of this 
paper. Consequently, the position of the boundaries of figure 4 might be explained 
if it is postulated that the onset of ignition depends upon the presence of a certain 
amount of undecomposed chloropicrin which can initiate the hydrogen-chlorine 
chains. This amount is exceeded in the vessel after entry through the short heated 
tube and ignition occurs; during entry through the long heated tube, ignition is 
prevented inside the entry tube, in spite of a suitable concentration of chloropicrin, 
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by the efficient chain termination on the walls, and by the time the gases reach 
the vessel, the amount of chloropicrin is too low to cause igmtion 

There are, however, two significant observations which suggest that this simple 
explanation of the rising boundary above 320° C must be modified. The first is 
the very remarkable 'backfire’ phenomenon observed when using the entry tube 
with the longer heated portion, at pressures just below each boundary of visible 
ignition in the region of 360° C. Here, a flame propagates back into the cold 
mixing vessel, and can be seen at the beginning of the entry tube and in the 
coiinectmg tube (also of small diameter), but no flame is seen m the hot reaction 
vessel nor in the adjacent portions of the entry tube. It is evident that, under 
these conditions, ignition is not suppressed solely by the walls of the narrow tubes. 
Some other substance, capable of terminating chains, must be appearing towards 
the end of the entry tube, and as such a pronounced effect can hardly be due to 
hydrogen chloride (because less HCl is formed in a given time for entry through 
the heated tube, than for entry through the normal tube, figure 9), it is reasonable 
to ascribe it to the substances formed by decomposition of the chloropicrin during 
its flow through the longer heated entry tube. 

The second observation is that in this region of rising ignition boundary, increase 
of chloropicrin concentration markedly raises the boundary, figure 4. If the 
minimum pressure of reactants necessary for ignition is solely dependent on the 
amount of undecomposed chloropicrin arriving in the vessel, the boundary would 
be expected to faU with increase of chloropicrin concentration. The fact that it 
rises cannot be due to an increased production of HCl during the time of entry, 
for this would necessitate an increased rate of reaction, and it can hardly be 
postulated that an increased rate can make ignition less likely. Once again, it is 
clear that a product of the chloropicrin decomposition is exerting a considerable 
inhibiting influence on some stage of the reaction leading to ignition. 

The ignition of mixtures of hydrogen, chlorine, and chloropicrin, whose tempera¬ 
ture and concentration lie well within the region of sensitized ignition, can be 
suppressed by adding nitrosyl chloride to the mixture before admission. Tor 
example, at 273° C, a total pressure of 86 mm. of Hg + Clg with 3*2 mm. of chloro- 
picrin gives a bright hot flame, and from figures 3 and 4 is clearly well witliin the 
ignition region. If 0*50 mm. of nitrosyl chloride are added, the flame is suppressed, 
and analysis shows that the amount of reaction which has occurred in 10 sec. 
is less than 5 ± 3 %. 

The effect of nitros;^! chloride itself upon the ignition boundary of IT mixtures 
of hydrogen and chlorine is interesting. Dainton (1947) showed that very small 
quantities of nitrosyl chloride strongly inhibit the photochemical reaction between 
carbon monoxide and chlorine at room temperature. The effect was ascribed to 
the shortening of the reaction chains by the very efficient chain terminating 
step Cl-f-NOCl“>NO-f Cl2 4-19*5 kcak (^3). This reaction appears to have a low 
energy of activation (Ashmore & hTorrish 19506, part X) and to be fast at room 
temperatures. It would be less important at temperatures of 350 to 450° C, 
relative to atom-molecule reactions of greater activation energies, but it would 
be expected to shorten the chain length of the hydrogen-chlorine chains in the 
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presence of nitrosyl chloride, thereby raising the ignition boundary. It was there¬ 
fore rather surprising to find that between 380 and 480° C the ignition boundaries 
of the two systems cross (figure 10 ); below 400° C, there is a considerable raising 
of the Ignition boundary on the addition of 0*1 mm. of nitrosyl chloride, but above 
400° C the same addition produces a lowermg of the ignition boundary. Moreover, 
the position of the boundary rapidly becomes independent of the nitrosyl cliloride 
concentration as this is increased, figure 11 . This observation might suggest that 
the nitrosyl chloride suppresses the cham reaction almost completely, lea^ung 
perhaps a bimolecular reaction between hydrogen and chlorine which can give 
a thermal ignition at higher pressures. It seems impossible, however, that the 
curve of such ignition pressures against temperature can actually cross the corre¬ 
sponding curve in the absence of mtrosyl chloride, when both bimolecular and 
chain reaction should contribute to the rate. When it is recalled that nitrosyl 
chloride sensitizes the ignition of hydrogen-oxj^gen mixtures by providing, in this 
temperature region, initiation and branching steps in the ignition chains (Dainton 
& Norrish 1941 ), it clearly becomes desirable to investigate whether the effect in 
the hydrogen-chlorine-nitrosyl chloride system can be explained by initiation or 
branching steps involving nitrosyl chloride molecules. Another possibility is that 
the nitric oxide formed by decomposition of the nitrosyl chloride can restore the 
chlorine atom concentration by the reaction 

NO-fClg-^NOCl + Cl. 

This reaction, the reverse of has an activation energy of about 20 kcal. and will 
only be important at high temperatures. Whatever the detailed kinetic explanation 
of the effect of nitrosyl chloride, it remains true that below 400° C the resultant 
effect is one of inhibition, and that the nitrosyl chloride formed by the decomposi¬ 
tion of the chloropicrin, in the chloropicrin sensitized reaction, wiU have the 
opposite effect to the chloropicrin itself. On the other hand, since carbonyl chloride 
has been shown experimentally to havm little effect on the limit there is no need to 
postulate any effects due to the carbonyl chloride formed in parallel with the 
nitrosyl chloride in the reaction sensitized by chloropicrin. 


CoNCLirsiONS 

The general arguments outlined above suggest that in the temperatures range 
of 100 to 200° C, the decomposition of the chloropicrin provides a large number 
of centres which can start the hydrogen-chlorine chains. At temperatures above 
200° C, the more rapid decomposition of the chloropicrin gives sufficient mtrosyl 
chloride to introduce powerful chain-terminating reactions, and according as the 
decomposition is partial or complete by the time the reactants reach the reaction 
vessel, the ignition is partially or completely suppressed unless the concentration 
of the reactants is high. These conclusions are in good agreement with those drawn 
from the work described in part VIII. They wiU be examined in more detail in 
part X in relation to a kinetic scheme for the decomposition of chloropicrin. 
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The kinetics of the thermal decomposition of normal 
paraffin hydrocarbons 

III. Activation energies and possible mechanisms 
of molecular reactions 


By K. U. Ingold, F. J. Stubbs aud Sir Cyril Hinshelwood, F.R.S. 
Physical Chemistry Laboratory, University of Oxford 

{Received 14 June 1950) 


In part I it was concluded that the nitric oxide-mhibited decomposition of paraffins probably 
represents a molecular reaction. Further experiments in which the presence of hydrogen 
causes a marked increase m the normal reaction but not of the inhibited reaction strengthen 
this conclusion, by diminishing still further the likelihood that the inhibited reaction is a 
cham process not suppressible by nitric oxide. 

Experiments on variation of the surface/volume ratio and on the coatmg of the vessel 
surface with potassium chloride have been made for the normal reaction and for the reaction 
inhibited by mtric oxide and by propylene respectively. The effect of the surface change is 
either neghgible or, in certain cases, to accelerate a condensation reaction which may vitiate 
the measurement of the true decomposition rate. 

Over limited ranges the rate of reaction, Toq, is connected with the pressure by the relation 

but this is probably an approximation for an expression of the form 

apl hpl 
^ 1+a'po 1 + 6'Po’ 

the reaction mechanism being composite. A reaction nearly of the first order predominates 
at lower pressures and one nearly of the second order at higher pressures. 
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The activation energy of the nitric oxide-mhibited reaction with w-pentane and ? 2 i-heptane 
increases steeply as the pressure falls, and by suitable extrapolations the values corresponding 
to the two assumed components can be estimated With ethane and propane the activation 
energy vanes very little with pressure while ?i-butane is an mtermediate case. 

The different modes of reaction appear not to be connected with the different possible 
positions of rupture of the molecule. Their explanation probably demands an extension of the 
usual theory of unimolecular reactions In a complex molecule a large amount of energy 
distributed m many degrees of freedom eventually causes decomposition by the mterference 
of normal vibration modes, while alternatively a much smaller amount can cause reaction if 
it IS so commumcated that the critical bond breakages can occur before the energy has been 
shared throughout the molecule 


1. IlSTTRODUCTIOil 

Parts I and II of tkis series (Stubbs & Hinskelwood 1950 a, b) have provided prima 
facie evidence that the nitric oxide-mhibited decomposition of the normal paraffin 
hydrocarbons is apparently a molecular rearrangement process, persisting after the 
radical-induced chains have been suppressed. The variation of reaction rate with 
pressure was found in general to be satisfied over a considerable range by an equation 
of the form Too — ApQ-\-Bpl. The reaction order thus increases with pressure, being 
almost the first at lower pressures and tending towards the second at higher. This 
pressure dependence is not consistent with the uniform transition from second order 
to first predicted for a single unimolecular reaction dependent upon activation by 
collision. Various possibilities were examined to explain why the reaction was not 
of the normal unimolecular type, and it was decided to seek further information by 
making a detailed study of the variation with pressure of the activation energies for 
a series of normal paraffins. 

The principal result of the investigation is to show that whereas the activation 
energy for the fully inhibited decomposition is nearly independent of the initial 
hydrocarbon pressure with ethane and propane, with n-pentane and ?i-heptane— 
and presumably with other higher paraffins—it decreases markedly with increasing 
initial pressure. That for the decomposition of ?^-butane at first decreases as the 
pressure increases but becomes constant above 200 mm. The implications of this will 
be considered in a later section 


2. Systematic study of the activation energy-pressure relations 

The experimental technique has been described in part I. At constant temperature 
the rate of the fuUy inhibited decomposition (r^) was determined for a series of initial 
hydrocarbon pressures, this procedure was repeated for 10 ° intervals over a 60° C 
range. Kate-pressure curves of the form mentioned above were fitted to the experi¬ 
mental points, and from these curves the rate at a particular pressure could be read 
off. In this way it was possible to determine the activation energy for a number of 
different pressures for each paraffin. 

The rates were referred to a constant concentration in each case rather than to 
a constant pressure, e.g. at 550° C the rate would be read off at a pressureof 102-4mm., 
since this pressure reduces to 100 mm. at 530° C (winch was taken as the standard 
temperature). 
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The pentane and heptane used were very pure specimens which were gifts from 
the Anglo-Iranian Oil Company and from Imperial Chemical Industries. The lower 
hydrocarbons were ’ pure ’ commercial specimens subjected to distillation before use 

Ethane. The fully mhibited decomposition was studied over a pressure range from 
50 to 600 mm. The variation of rate with nitric oxide concentration was investigated 
at 600, 620 and 640° C, the curve for 600° C agreeing closely with the results of Hobbs 
& Hinshelwood ( 1938 ). The amount of nitric oxide necessary for maximum inhibition 
was greater for the other hydrocarbons, and also increased with increasing 
pressure as pointed out by Partington, Stubbs & Hinshelwood ( 1949 ). 



initial ethane pressure (mm.) 

Figuee 1 . Fully inhibited decomposition of ethane. 


The plot of initial rate against ethane pressure for the fully inliibited decomposition 
at various temperatures is shown in figure 1 . The rate-pressure relationship is linear 
from 250 to 600mm., but markedly curved below 250 mm, The behaviour predicted 
for a single unimolecular reaction with activation by collision is a transformation 
from first order to second order at low pressures. The rate would be given by 
^oD = ^i 5 ^i/(l + and are constants and k^ may be a constant or 

vary with pressure. Tor the simplest case where is constant 

This equation indicates that the plot of p Jr against 1 /^q should be linear, and this 
is in fact found to be so for ethane, though for none of the other paraffins. 



Thermal decomposition of normal paraffin hydrocarlons. Ill 489 

A few experiments were made to compare the present results mth those of other 
workers. The Ap-time curve for the decomposition of 330 mm. of ethane at 607° C, 
without nitric oxide, was identical with a similar one based on the results of Steacie 
& Shane (1940). These workers state, however, that 1 % of nitric oxide is sufficient 
for maximum inhibition, ivhile the present investigation shows that at this tem¬ 
perature the amount of nitric oxide necessary for reaUy complete inhibition is nearer 
10%. An experiment with 339 mm of ethane and 3-3 mm. of nitric oxide gave 
a greater initial rate and larger Ap values than those observed by Steacie & Shane, 
whereas with 33 mm. of nitric oxide the Ap-time curve was nearly coincident with 
theirs. 

The apparent chain lengths at a pressure of 200 mm , and at temperatures of 
600, 620 and 640° C, were 4-3, 3-7 and 3-4 respectively. These values are in close 
agreement with those obtained by Steacie & Shane, but smaller than those of Hobbs 
& Hmshelwood (1938) and Staveley (1937). 

Propane. The fully inhibited decomposition was studied for pressures from 50 to 
500 mm At lower pressures the rate-pressure relations are given by an equation 
of the type 


= Apa + Bpl, 


( 1 ) 


but at higher pressures, and particularly at the higher temperatures, the experi¬ 
mental curve becomes nearly linear. The overall rate-pressure relationship is exactly 
satisfied by an equation of the form 


= Apo + 


l + b'pf 


( 2 ) 


At low pressures this approximates in form to equation (1), but at higher pressures 
approximates to the equation of a sfraight hne. The values of the constants A, b and 
b' for the various temperatures are given in table 1. 


Table 1. Propane; values oe constants in the equation 




l+b% 


temp. (° C) 

Ax 102 

bxW 

b'xlO^ 

650 

0 A2 

0-16 

0*16 

560 

0-67 

0-27 

0-16 

570 

1*1 

0-48 

0-20 

580 

1*7 

0-80 

0*21 

590 

2*5 

1 46 

0-23 

600 

4-0 

2-36 

0*25 

610 

6-0 

4-0 

0-27 


n-Butane. The fully inhibited decomposition was studied from 50 to 600 mm. As 
with propane, but less markedly, at high pressures the rate-pressure relationship 
tends to become hnear. For aU practical purposes, however, equation (1) fits closely 
enough over the pressure range investigated. The values of the constants A and B at 
different temperatures are given in table 2. 

n-Pentane. This was studied at pressures from 50 to 450 mm. The rate-pressure 
relationships conform closely to equation (1), and the values of the constants A and 
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B are given in table 2 . The results for 530 and 550“ C were identical with those 
obtained in the previous work (Stubbs & Hinshelwood 19506 ). Figure 2 shows a plot 
of logi-co against the reciprocal of the absolute temperature for various pressures of 
ra-pentane. For each pressure the points lie very close to a straight line. This was 

equally true for the other hydrocarbons. 



105 X l/T 

Figure 2. Plot of logiorog against l/T for n-pentane. 

n-Hepiane. This was studied at pressures from 25 to 275 mm. The rate-pressure 
relationship conforms closely to equation ( 1 ), and the values of the constants A and 
B are given in table 2 

The variation with pressure of the activation energy of the fully inhibited decom¬ 
position of the different hydrocarbons is summarized in table 3. For comparative 
purposes the results are plotted in figure 3. Some interesting conclusions can be 
drawn from these results, but the theoretical discussion must be preceded by 
a consideration of various matters which concern the significance of the measure¬ 
ments themselves (§§3, 4, 5 and 6 ). 



activation energy (kcaL/g-mol*) 
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Table 2. Cokstants A and B 



n- 

■butane 

n- 

pentane 

n- 

heptane 

temp. (° C) 

^ xl 02 

Bx 105 

AxW 

‘ B X 105 

A X 102 

B X 105 

510 

— 

— 

— 

— 

0-58 

4-2 

520 

—. 

— 

— 

— 

1-2 

6-0 

530 

0 55 

2 1 

0 47 

3 12 

2-1 

9 5 

540 

0 96 

2-9 

0 90 

5-4 

4*0 

13-5 

550 

1*6 

4-5 

2*2 

6*5 

7*8 

16-0 

560 

2*5 

6-7 

42 

10-2 

13*3 

22-5 

570 

40 

10-0 

7-5 

16-2 

— 

—. 

580 

6*2 

14-0 

13-2 

23-0 

— 

— 


Table 3. Activation energy and pressure 


initial 

pressure 


activation energy (kcal /g mol.) 


(mm ) 

ethane 

propane 

n-butane 

w-pentane 

n-heptane 

50 

76 4 

68 2 

70*8 

88*8 

79 7 

100 

74*7 

68-7 

64*9 

85*1 

73 6 

150 

74 7 

69-1 

61*3 

81 0 

70-5 

200 

74-7 

70 1 

61*2 

78 3 

68*7 

250 

74*7 

71-1 

60*6 

76*0 

67*2 

300 

74-7 

71*2 

60*7 

74*2 

— 

350 

74*7 

70*8 

60*8 

73*0 

— 

400 

74-7 

71 0 

60 9 

71*9 

— 

450 

74*7 

70*2 

60 6 

— 

— 

500 

74-7 

— 

60 6 

— 

— 

550 

74 7 

— 

59*9 

— 

— 



0 100 200 300 400 500 


Pa {wca..) 

Figube 3. Variation of activation energy with pressure. 
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3. SiGisrmcAi^rcB or the expeeimektal activation eneegies 

For the Mgher hydrocarbons the activation energy falls off rapidly with increasing 
pressure. At first sight, and without pa 3 dng much attention to the theoretical aspect, 
one would conclude that a process with a higher activation energy predominates at 
low pressures and one with a lower activation energy at high pressures. If this is so, 
the measured value is really a function of two different activation energies, and in 
principle the logarithm of the total rate plotted against IJT should no longer be 
a straight Ime. Numerical trial, however, with two activation energies of 85 and 
Gokcal. and with the two rates assumed to be equal at 530° C showed that a plot of 
the logarithm of the sum of the individual rates had negligible curvature over a 
temperature range of 100° C. In all cases the plot of logfoo against IjT was in fact 
a straight line within the limit of experimental error. 

The value of E determined from the slope of this line has in itself no physical 
significance for pressures in the intermediate range. That obtained by extrapolation 
to zero pressure will, however, be the correct activation energy of the one component 
of the composite reaction mechanism, and similarly the limiting value reached as the 
pressure increases will be the activation energy of the other component. The hmiting 
value is very readily obtamed, and the extrapolation to zero pressure is also reasonably 
good. The various extrapolated results are summarized in table 5 (§7) 

4. Effect of sueface 

The results found m the present investigation with 7i-pentane and ?^-heptane were 
identical with those obtained previously (part II), but with propane and ^/x^-butane 
the rates obtained for the fully inhibited decomposition were somewhat greater than 
before. The butane samples used on the two occasions were of different origin, but 
direct comparison showed their behaviour to be now identical, and infra-red analysis 
(carried out by Mr R. L WiUiams and Dr H. W. Thompson, F.R.S.) showed them 
both to be at least 99*5 % pure. The induction period, which in part I was ascribed 
to a disturbing transitory surface reaction attended by a pressure decrease, had now 
almost disappeared. It seemed likely, therefore, that the earlier results were in fact 
a little too low in the case of the propane and butane because this initial disturbance 
had not been fully allowed for. In between the two sets of experiments the state of 
the surface had presumably changed. 

This fact suggested the need for a fuller investigation of the surface effects, and 
a series of experiments was therefore carried out with a tube-packed silica vessel of 
volume 250 ml. having a surface/volume ratio 5*2 times as great as the original silica 
vessel (which will be referred to as the standard vessel). 

In the packed vessel the mduction period was in evidence for the fully inhibited 
decomposition of ail the paraffins. With 200 mm. butane and 15 mm, nitric oxide at 
530° C, for example, it was 2*2 min., while in the standard vessel it had varied from 
1*5 to 0*3 min. 

With ? 2 .-heptane and with ti-pentane the complete inhibition curves at 530° C were 
coincident for the packed and the standard vessels. The results for heptane are shown 
in figure 4. 
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With ^t”butane the rate of the normal decomposition was unaffected by the increase 
in surface, but that of the fully inhibited decomposition was lowered appreciably. 
Rather similar results were found for propane and for ethane The ratio of rates in 
various circumstances is given in table 4. 



FiauBE 4 Thermal decomposition of 100 mm. n-heptane at 530*^ C. Nitric oxide as inhibitor: 
O standard vessel; packed vessel; KCl coated vessel. Propylene as inhibitor: 
□ standard vessel; M KCl coated vessel. 

It may be concluded that the uncontrolled variations occasionally appearing with 
propane and butane are of the same nature as those caused by the increase of surface. 
In the light of the conclusions of part I the effect of the increased surface, where it is 
observed, is to promote a certain secondary reaction in presence of nitric oxide, with 
an attendant decrease of pressure which causes an apparent lowering of the 
decomposition rate. 

The effect of varying the nature of the surface by a coating of potassium chloride 
was next studied. In the case of propane, n-butane and ?i“heptane, the normal 
reaction is unaffected, but the rate of the fully inhibited reaction is considerably 
reduced. The results for heptane, which are typical, are showm in figure 4. 

At first sight this might seem to indicate that the fully inhibited reaction itself 
involves chains which the potassium chloride surface can break. This interpretation 
would, however, be incorrect. In the standard vessel propylene reduces the rate to 
exactly the same limit as nitric oxide. Further experiments now show that in the 
potassium chloride-coated vessel propylene gives the same limit as in the standard 
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vessel. This is shown in figure 4, where the results for propylene are plotted with 
a simple change of horizontal scale. With propylene as inhibitor there is, moreover^ 
no induction period. 

The apparent reduction in rate caused by increased surface and by the potassium 
chloride-coated surface is therefore a disturbance caused by some interaction in the 
system, surface, nitric oxide, paraffin. This leads to a pressure decrease which 
vitiates the measurement of the true decomposition rate. 

Table 4. Effect of stjbface 



temp. 

r c) 

initial 

pressure 

(mm.) 

standard 

packed 

ratio 

rate in standard vessel 

hydrocarbon 

vessel 

vessel 

rate m packed vessel 

ethane 

600 

200 

1*3 

1*1 

1*18 


630 

200 

5*8 

5-4 

1*07 


650 

200 

15*0 

13*6 

1*03 

propane 

530 

100 

0*2 

0-1 

2*0 


570 

100 

1*75 

1*02 

1*72 


600 

100 

5*6 

4*5 

1*25 


560 

51 

0*40 

0-24 

1*70 


560 

96 

0*85 

0-51 

1*67 


560 

146 

1*42 

0*90 

1*60 


560 

207 

2*21 

1*41 

1*67 


560 

278 

3*20 

2*01 

1 60 


560 

339 

4*25 

2-70 

1*57 


560 

414 

5*57 

3*60 

1*55 

n-butane 

560 

100 

2*8 

2*0 

1*40 


570 

100 

4*7 

4-0 

1*17 


530 

200 

2*1 

1*53 

1*37 


570 

200 

11*8 

9*5 

1*24 

w-pentane 

530 

100 

0*70 

0*75 

1-0 

?^-heptane 

530 

100 

3*1 

3*0 

1*0 


In no case has the surface any effect on the uninhibited reaction. This indicates 
that in the normal decomposition chains are broken m the gas phase and not on the 
surface. The effect of the potassium chloride surface in reducing the limiting rate 
obtained with nitric oxide is thus unlikely in any case to be attributable to some 
extra chain-breaking process at the surface. The observations on the induction 
period, and the companson between nitric oxide and propylene, confirm the 
alternative explanation in terms of the disturbing reaction. 

When the induction period is short it is probable that the subsidiary surface 
reaction, which may be a condensation reaction of some sort, dies out very quickly. 
With ^--heptane and n-pentane the steady rate seems to be independent of the 
induction period, and it may be assumed that the residual surface reaction is 
negligible. 

With ?^-butane and propane, since the initial rate seems to vary somewhat with 
the induction period, it may be that under certain circumstances the rate of the 
disturbing reaction does not fall to zero, but rather to a small finite value which varies 
with the nature and extent of the surface. The present results for propane and n-butane 
are considered more nearly correct than those given in part II, since the induction 
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period was extremely short and the surface reaction probably negligible Moreover, 
inhibition with propylene reduces the rates to the same limiting values. 

The ratio of the rate in the standard vessel to that in the packed vessel being 
independent of the pressure, the variation of the activation energy with pressure 
would not itself be influenced by any surface effect even if some small amount were 
present. The difference between the higher and lower paraffins in this respect can 
not therefore be explained in any such way. 


5 Aistalytical results 

The breakage of the carbon-carbon linkages in the higher paraffin molecules can 
occur in several different places, and there is the possibility that the variation of 
activation energy with pressure might be connected with this ckcumstance. If 
reactions with different pressure dependence were involved in the breaking at the 
various places in the carbon chain, and if these were associated with distinct activation 
energies, then the overall value of E would become a function of the pressure. 

As part of a more extended plan analysis of the products of the fully inhibited 
decomposition of ?^-heptane has been carried out at a series of temperatures, and it 
appears that the relative probability of breakage at the various points is more or less 
independent of temperature over the range in which E was measured. The results 
will be reported in detail elsewhere, but it may be concluded that the variation of 
activation energy with pressure cannot be ascribed to this cause. 


6. Influence of hydrogen 

The question always present is whether the residual (maximally inhibited) 
reaction is a molecular rearrangement process or partly or wholly a chain reaction 
not suppressible by nitric oxide. One possibility which might be envisaged is a chain 
reaction involving hydrogen atoms, and immune to the action of nitric oxide in 
contrast to chains propagated by alkyl radicals which are suppressed. If there is 
a chain reaction of this type it will be common to all the paraffins, and the decom¬ 
position rate would, in general, be enhanced by hydrogen. Replacement of alkyl 
radicals by hydrogen atoms generated in the reaction CHg + CH 4 + W (activa¬ 
tion energy 8 T kcal.—Steacie 1947 ) would occur in competition with their removal 
by nitric oxide, thus more nitric oxide would be required to produce a given degree 
of inhibition. 

The effect of increasing amounts of nitric oxide on the decomposition of 100 mm. 
propane at 570^^0, alone, with 200 mm. and with 400 mm. of hydrogen, is shown in 
figure 5 . Hydrogen causes a marked increase in the rate of the uninhibited decom¬ 
position, probably to a limiting value which is nearly double the original. The 
simplest interpretation of this effect is clearly that the chains are lengthened by the 
substitution of hydrogen atoms for methyl radicals according to the reaction 
mentioned above. These modified chains are still highly sensitive to the action of 
nitric oxide, 0-6 mm. of which reduces the rate to its normal value. 
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The limiting value to which the rate is lowered by sufficient nitric oxide is, however, 
very httle changed by the hydrogen. What effect there is could easily be attributed 
to the normal contribution of the hydrogen molecules to the coUisional activation 
process. 

In any case the amount of nitric oxide required for a given proportional reduction 
of rate is nearly the same whether hydrogen is present or not. For the pure propane 
the amount required for a reduction to one-half is approximately O'85 mm., and for 
the mixture with 400 mm. hydrogen it is approximately 0-7 mm. 



Figure 5. Thermal decomposition of 100 mm. propane at 570° C. # withoirt 
hydrogen; ■ 200 mm. hydrogen; A, 400 mm. hydrogen. 


If the reaction between methyl radicals and hydrogen molecules has in fact an 
activation energy of 8-lkcal., then at the reaction temperature one coUision in 
150 might give substitution of methyl by hydrogen. Since the pressure of hydrogen 
in the experiments is of the order 10^ times that of the nitric oxide then, even on the 
most unfavourable assumption that methyl reacts with nitric oxide without 
activation energy, hydrogen and nitric oxide should compete for the methyl radicals 
on approximately equal terms. Thus if the hydrogen chains were in fact exempt from 
rupture by nitric oxide, inhibition should be more difficult in the presence of excess 
hydrogen 

Even qualitatively, the fact that the normal decomposition is much enhanced by 
hydrogen while this enhanced reaction shows very great sensitiveness to nitric oxide 
renders improbable the idea that the residual reaction involves hydrogen chains 
unsuppressible by this inhibitor. 
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7. Activation energy and pressure 

Tlie present results indicate that the paraffins studied can be divided into two 
types. The activation energy for the higher paraffins (C 5 and C 7 ) is a function of the 
pressure, but this is not so for ethane and propane. Butane is intermediate in 
character. 

By extrapolation of the plot of activation energy against pressure (figure 3 ) the 
value at zero pressure may be estimated Similarly, a plot of activation energy 
against the reciprocal of the pressure gives the value at mfimte pressure. For the 
higher paraffins, where the rate of the fully inhibited decomposition is given by 
equation ( 1 ) (§ 2 ), it can be seen that at low pressure the first-order term predominates, 
but at high pressure the second-order term predominates. Thus the limiting 
activation energies can also be obtained from the temperature coefficient of A and B. 
The values obtained in the two ways are recorded in table 5, and it is seen, particularly 
for ^-pentane and ?z-heptane, that the agreement is fairly close. Steacie & Folkins 
( 1940 ) found the activation energy at infinite pressure for the fully inhibited decom¬ 
position of ?^-butane to be 57-2 kcal., which is in agreement with the value obtained in 
the present investigation. With butane the extrapolated value of the activation 
energy at zero pressure does not agree very well with that obtained from the 
temperature coefficient of A, but, as mentioned previously, equation ( 1 ) (§ 2 ) does 
not apply very well to n-butane. 

Table 5. Limiting activation energies (kcal /g. mol.) 

n-butane n-pentane n-heptan© 

by extrapolation to zero pressure (70-80) 93 88 

from temperature coefficient of A 69 93 87 

by extrapolation to infinite pressure 58 63 62 

from temperature coefficient of B 59 63 56 

The form of the rate-pressure relation for propane is satisfied by equation ( 2 ) (§ 2 ), 
which is a combination of a first-order reaction {Ap ^), and a first-order reaction which 
in the pressure range investigated can become of the second order. The activation 
energy can be obtained by extrapolation to zero pressure, and the value of 67 kcal. 
obtained compares favourably with a value of 64 kcal. from the temperature 
coefficient of the constant A, Though extrapolation to infinite pressure will not give 
the value of the activation energy of the second reaction for propane (corresponding 
bPoli^ + b'po) in equation ( 2 )), this can be determined from the temperature 
coefficient of b. The value found is 7*45 kcal. (The activation energy corresponding 
to the temperature coefficient of 6 ' was found to be about 13kcal.) 

Ethane presents a rather different case in that the activation energy does not vary 
with the pressure. The constant value of 74-7 kcal. is in excellent agreement with the 
value of 74-5kcal. obtained at a single pressure by Staveley ( 1937 ), and in fairly 
good agreement with a value of 77*3 kcal. found by Steacie & Shane ( 1940 ). 

Figure 2 of part II shows a plot of logra, at 530° C against the number of carbon 
atoms, and it is seen that the relation is not quite a smooth one for the lower paraffins. 
The present investigation has shown that at a particular pressure there is no regular 
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variation of activation energy in the series ethane to heptane, and so there is no reason 
to expect a completely regular relation between log and the number of carbon 
atoms. If the plot had been made for 600° C (with extrapolated values for ?^-heptane 
and n-pentane), the plot of log^oo against the number of carbon atoms would in 
fact have given a smooth curve. 


8. General form of the rate-pressure relation 


For the higher paraffins the results are given within the limits of experimental 
error by equation (1). With propane the second term reveals a tendency to change 
with increasing pressure from one representing a second-order reaction to one 
representing a first-order reaction. There being no reason whatever for supposing 
activation to be independent of colhsion, the first term should in all cases assume the 
second-order form at low enough pressures, though these are below the range which 
has been experimentally investigated. Moreover, the higher paraffins would at still 
greater pressures probably behave like propane, so that the general rate equation 
has in all probabihty the form 


Too == 


1 + a'Pa 1 + b'pa ’ 


(3) 


which would correspond to a superposition of two unimolecular reactions with 
coUisional activation. The constants of the first term are such that it assumes the 
first-order form at all pressures above a moderate value, those of the second such 
that it retains its second order form up to relatively high pressures. 

With ethane the two terms appear to reduce to one. 


9. General discussion 


Any interpretation of these results must of course rest primarily upon a hypothesis 
about the nature of the residual reaction which is not suppressed by nitric oxide. 

This, in principle, might be one of five things* {a) the primary process of what in 
the absence of inhibitors would be a chain reaction, (6) the normal chain reaction 
imperfectly suppressed by nitric oxide, (c) a surface reaction, {d) a second type of 
chain reaction not influenced by nitric oxide, (e) a molecular reaction. 

Reasons for regarding (a) and (6) as improbable were given in part I, and for 
rejecting (c) in §4 of the present paper. No reasonable hypothesis of the type of 
{d) has yet appeared; the possibility that hydrogen atoms might propagate such 
a chain, distinct from the suppressible chains due to alkyl radicals, has not so far 
proved helpful (§6). While a hypothesis on these lines may be forthcoming in the 
light of further discoveries, in that of the present evidence (e) remains the most 
probable, and the results will therefore be considered on this basis. 

For a single unimolecular reaction the rate is given by 




(4) 


where is the rate constant of the activating process, k^ that of the deactivating 
process, and whichneed not be constant, depends upon the probabihty of the actual 
chemical transformation of the activated molecules. 
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ifcg can in general be a function of the total energy contained in the reacting 
molecule, in which case the pressure dependence of r assumes a more complicated 
form than that indicated by equation ( 4 ). The kind of dependence upon E normally 
envisaged for (Rice & Ramsperger 1927, Kassel 1928) could not, however, explain 
the dominance of the pi term at higher pressures, unless, as was pointed out in 
part II, the activated molecules fall into groups with very different transformation 
probabilities, corresponding to the two separate terms in equation ( 3 ). 

As shown in table 5 , the first term, w^hich from its close approximation to a first 
power must correspond to a small transformation probability of activated molecules, 
is associated, as far as the paraffins above propane are concerned, with a very liigh 
activation energy. The second term, which corresponds to a much larger transforma¬ 
tion probability, is associated with a much smaller activation energy. 

What might be called a discrete spectrum of transformation probabilities is not 
unknown in decomposition reactions, and appears also from the results of Hunter 
(1934) on the thermal decomposition of nitrous oxide. 

As stated in § 5 , the different activation energies do not seem to be associated with 
different chemical modes of rupture of the molecule. They seem rather to depend upon 
physical differences in the activation mechanism. 


Table 6 . Square-terms required to account eor reaction rate 


(mm.) 

50 

100 

200 

300 

400 

500 

ethane (600°) 

— 

— 

5 

— 

— 

— 

propane (580°) 

9 

8 

8 

7 

7 

6 

n-butane (530°) 

— 

— 

3 

— 

— 

— 

n-pentane (530°) 

24 

20 

15 

14 

13 

— 

n-heptane (530°) 

14 

11 

8 

6 

— 

— 


n IS the minimmn number of square terms required to account for the rate. 


A hypothesis which appears worthy of serious consideration is the following. The 
reaction predominating at the lower pressures is one in which a large total quantity 
of energy enters the molecule and is spread over many degrees of freedom. If 
the molecule is left undisturbed, the interference of normal vibrations leads to 
a considerable accumulation of energy in one bond, or a very small number of bonds, 
and the molecule is disrupted. This so far is simply the standard theory of uni- 
molecular reactions. Simultaneously, much more specifically defined collisions may 
place highly localized energy (corresponding to the lower activation energy E<I} into 
the molecule in such a way that very rapid transformation can occur Collisions of 
this type correspond to the reaction which predominates at the higher pressures. 

The first matter to consider in assessing such an hypothesis is whether the activa¬ 
tion rates could be accounted for. Table 6 gives approximate values for the number 
of square terms in which, according to conventional methods of calculation, the 
activation energy would have to be distributed m order to account for the observed 
order of magnitude of the reaction rate. The numbers are well within what is per¬ 
mitted by the structural complexity of the molecules concerned. It is, perhaps, in 
favour of the view under discussion that the high activation energy mechanism 
appears only to be in play from butane upwards, where the necessary degrees of 
freedom are in fact present. 


Vol. 203 . A. 
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The next matter is whether the assumed activation modes are in fact physically 
plausible. As to the mechanism in Tvhich energy from very many square terms 
becomes concentrated in one or two bonds in such a way as to permit reaction, various 
authors have made calculations about the probability that with n quanta in 
k oscillators there should be j quanta in one of them, and if the molecule is large 
enough there is no particular difficulty about accounting for very considerable 
activation rates (Rice & Ramsperger 1927; Kassel 1928, Eley 1943; Evans & 
Rushbrook 1945; Barrer 1948). 

In such calculations the quantity which appears in the reaction rate equation 
k — A is the total energy in all the degrees of freedom, that is to say a very 

large amount. On the other hand, because the molecule is so large, this quantity is 
not very many times the average energy for the temperature in question, so that the 
probability of its presence is quite considerable. 

The detailed picture of its concentration in the bonds where it is chemically 
effective is usually left rather vague, and, at first sight, this process might seem to 
involve considerable elements of improbability. What must be remembered, how¬ 
ever, is that the concentration need be a very fleeting one only, because it is followed 
by the irreversible chemical change. Suppose there were a molecule vibrating in five 
normal modes, and with a total energy of lOOkcal. shared between, say, five carbon- 
carbon bonds. This gives a rough average allotment of 4 kcal. per bond per mode. 
Sooner or later the amplitudes of the different modes are bound to reinforce one 
another at a given bond (though the maximum reinforcement is exceedingly 
transitory). This would give the certainty of Eq in one bond for a time, which, 
although very brief, is long enough for chemical transformation to occur. A rearrange¬ 
ment reaction could easily be provoked by an amount of energy Eq far smaller than 
that corresponding to the bond strength. The observed activation energy would, 
however, be not Eq but the whole 100 kcal. This mechanism therefore is quite possible 
in principle. 

We pass nowtothemechanismin which much less energy than (though more than 
Eq) is placed in the molecule in a more localized manner. If the distribution is nearly 
correct at the moment of impact the transformation takes place almost immediately. 
Thus the probability of deactivation by collision is small. But the mode of activation 
here envisaged is itself useless unless the localization is nearly correct at the moment 
of impact, because the high concentration of energy in a few bonds which occurs at 
this moment will suffer an internal dissipation throughout the molecule unless the 
actual chemical transformation supervenes within a space of time short compared 
with the internal relaxation time. Once this internal dissipation has occurred the 
total energy E^^ is too small to give the re-accumulation by the interference of normal 
modes already considered, and which needs the greater quantity E^, 

This view of the matter is perhaps the simplest which is in accord with the changes 
in the order of reaction over the range of pressure studied. 

If a hypothesis on the above lines is entertained, the further question arises whether 
the sharp differentiation of the mechanisms is justified, or whether a whole range of 
behaviour between the two extremes should be postulated. The experimental results 
hardly allow a decision on this point. It raises, however, a problem for theoretical 
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solution; wliether in fact the dynamics of molecules would be consistent with 
a separation of the two kinds of mechamsm considered, or whether a range of 
intermediate cases would occur. 

One of the authors (F.J.S.) is the holder of an Imperial Chemical Industries 
Research Fellowship. Another (K.U.I.) is in receipt of a maintenance grant from the 
Department of Scientific and Industrial Research. 
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Eigenfunction problems with periodic potentials 

By E. C. Titchmabsh, F.R.S. 

{Received 16 June 1950) 


The expansion of an arbitrary function m terms of the solutions of the differential equation 




—g(x)} ^ = 0 IS obtained m the case where q{x) is a periodic function of x. 


1. The eigenfunction problem arising from the differential equation 

^+{A-g(a:)}95 = 0 (-co<a:<oo), (1-1) 

where q{x) is a periodic function of x, has been considered from various points of view 
by Hamel (1913), Haupt (1915,1919), Strutt (1928), and Kronig & Penney (1930). 
The ob j ect of the present paper is to obtain the corresponding eigenfunction expansion 
of an arbitrary function/(a:) of integrable square. 

The routine used in my book (Titchmarsh 194 ^) solving such problems is as 
follows. Let ^{x, A) be the solution of the equation 

~+{A-g'(a:)}3) =/(a:). (1-2) 


32 “2 
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To form this we construct solutions A) and ir^{x, A) of (1-1) whose moduli are of 
integrable square over (— oo, 0) and (0, oo) respectively. Then 

+ (1-3) 

where ci)(A) is the Wronskian of and 
We then consider the integral 

^|<I)(x,A)dA (1-4) 

taken round a large contour in the A-plane. Under suitable conditions this tends to 
f{x) as the contour tends to infinity. The expansion formula is then obtained bjr 
considering the singularities of €>(a:, A). 

2 . We have first to obtain the functions and Let a denote the period of 
q{x), and suppose that q[x) is continuous, or has a finite number of simple, dis¬ 
continuities in a period. Let d{x, A), ^{x, A) be the solutions of (1-1) such that 

0(O,A) = 1, d'(0,A) = 0, 

$5(0,A) = 0, ^6'(0,A) = -1, 

where dashes denote differentiations with respect to x. Then for any given x, 6{x, A), 
d'{x. A), ^{x, A) and ^’{x, A) are integral functions of A. 

In the interval 'm<x<{n+l)a, where n is any integer, the general solution of 
(l-l) can be written as 

f{x) = And{x-na,X) + B^^{x-im,X). 

For continuity of f{x) and f{x) &tx = na, we must have 

■^n ~ 1^(®>'^) "h l^(®j H)) 

For brevity, let d, 6', (p, 4>' denote d{a,X), d'{a,X), etc. Then 

mA^ -B^= (md + d') A„_^ + {m<j) 4- ^’) B^_^, 
where m is to be determined. If it is a root of the quadratic 

md+6'= (2-1) 
-B^ = -(m^ + <p’) 

Hence, if and are the roots of (2-1), 

If mi+mg, these equations determine A^ and B„ in terms of Aq and B^ for aU values 
of n. 

If Bq = then 

= A^= {-17124'-4>YAq (2-3) 

for all values of n. If Bq = m^ then 

Bn ‘^2'^n' -^n “ ( 4* )'^Aq 


for all values of n. 


(2-4) 
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Now the equation (2-1) may be written 
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m^ + - 


and hence 

since 

Hence 

Also 




/ ^ d+<p' Y ^ d^+^'^+2d<p'-id'<f> _ {d-(j)'f-4: 


^ I 




4l(P'^ 


(j>d'-e4>' = 9^(O,A)6''(O,A)-0(O,A)9i'(O,A) = 1. 

TO ■ 


(9 + f {(6>_^')2_4P 
' 2(j) - 2^ 


{mj^(l>+ </)') {m2<l) + (p') — d'^ — d(j)' = 1. 


Now as I A I -> 00 in the upper half-plane 


( e^T \ / ^ar \ 

== — cosa^'-l-O^-j-^j 


(2-5) 

( 2 . 6 ) 

(2*7) 


where ^X — k = cr + ir, <7^0, r^O (see Titchmarsh 1946, (l-T-S), ( 1 . 7 * 7 )). Hence 

— m(j) — (p' = \[d' — (j)) + •|{(6^ —$5')^ —4}1 == cosa/c + O^-pjjq-j ±i jsin^ . 

If j sina/c | >^ e^^ (i.e, we are not too near to any of the points k = nnja), this is 
equal to a/c ± i sin a/c + 0(e^’'/1 /c |). 

For one root of the quadratic, say mg, we therefore obtain 

— — = e“'^®'^' + 0(e^^/| /c |). (2*8) 

It then follows from (2*6) that 

— mi^ —= e^"^-1-0(6“®’'/1 K |). (2*9) 

The modulus of this expression is less than unity if t> 0 and \k \ is large enough. 
Taking Aq = 1, “ '^25 have 

f^(x, A) = 6 {x, A) -h m2(A) <p{x, A), 

and also A) = ( — mj^<p — (f>')'^{d(x — na,X)-\-m2(p{x — na,X)}, (2*10) 

and it is clear from this that 00) Taking Aq= 1 ,Bq = m^, we have 

A_^ = (-mg^-^^')"^ 
and the corresponding solution 

f;^(x,X) = d{x,X) + mi{X)(f>{x,X) 

is L^{~ao, 0). 

3. The Wronskian of and ^g is 

c^(A) = mi(A)-m 2 (A) = 

and the singularities of <I)(a;, A) are those of the numerator of this expression. Let 

F^{X) - d{a, A) ~ 56'(a, A) - 2 - 0 - 2 , 

i^ 2 (A) = d{a, X)-<f>\a,X) + 2=^6-<^' + 2. 
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We shall see that in general each of these functions has an infinity of real zeros, 
which we shah denote by Aq, . and A^, Ag,... respectively. It will be shown that 

Aq < Aj^ ^ A2 < AjL ^ A2 < A3 ^ A4 < .... 1) 

Suppose, for example, that these numbers are all different. Then A) has branch¬ 
points of the square-root type at each A^ and A^^, and the integral in (1*4) can be 
reduced to a series of loops, the first including Aq and A^, the second including Ag and 
A^ and so on. 

Consider, for example, the contribution of the first loop to the expansion formula. 
The first term on the right-hand side of (1*3) is equal to 


6{x, A) + (p{Xy A) 

mi(A)-W2(A) 


f {^(g,A)+m,(A)0(^,A)}/(^)dg 

J —CO 


^ P r %.A)g(g,A ) m,(X)m ^ {X)4 >{x, A) $J(g, A) 

J_oo L«ii(A)-r* 


■ m^i^) 


m^{X)-m,^{X) 


+ ld{x. A) 56 (g, A) - \<1>{X, A) d{g, A)J/(g) d^. 


The last two terms are regular and so contribute nothing to the result. The others give 

A) 0(g, A) + d'<j>{x. A) ^(g, A) 

- Ud + <P'){9(x, A) ¥i(g, A) + ^(x, A) 5(g, A)}]/(g) dg. (3-2) 

Now {d-(l>'f - 4 is positive for large negative A, and so in fact for A < Aq. As we pass 
above Aq, arg {(<9 -<p'Y- 4} decreases by tt, and so {{6 — - 4}i becomes 

We can reduce the loop to the straight line (Ag, A^) described twice, and the square 
root takes opposite values as we approach this segment of the real avis from above 
or below. Altogether these terms contribute to {1-4): 

1 dx r® 

-nj {4-(g-^')2p J A) 9i(g, A) 

- A) A) + A) d{i, A)}]/(g) dg. 

The second term on the right of (1-3) contributes a similar term with g varying over 
(a;,co). The other loops may be treated similarly. We thus obtain formally the 
expansion formula 


2 CO /• X 2 MI, +1 1 “ r^^-i dX 

X I* [^9{x,X)d{^,X) + e'^{x,X)<p{^,X) 

J —00 

- W + (!>') {e{x. A) 9 i(g, A) + 4>{x, A) d(g, A)}]/(g) dg, (3-3) 


where 6 = 6[a, A), etc. 
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The spectrum, i.e. the set of values of A which contribute to the expansion formula, 
thus consists of the intervals A 2 „i+i) and (Ag^^, Ag,;^-.!), which are in general 
separated by other intervals which do not belong to the spectrum. But if, for 
example, A^l = Ag, then the first two intervals of the spectrum coalesce into one, this 
case is discussed in detail later. 

To obtain the Parseval formula, multiply (3*3) hjf{x) and integrate with respect 
to X over (— oo, oo). Writing 


9'(A) = 


d{x, X)f{x)dx, 



<^(x, X)f{x)dx, 


the result is 



I 


Afim+l 

Aam 




dA. 

(3-4) 


This has the usual positive form since ^ < 0 in the intervals (Aj^, Agm+i). ^5 > 0 in 
the intervals (Ag^, A 2 to_i), while in either interval 


4:(pd' -{d + ^'f= 4:{4>d' - <^)'d) = 4:- {6- 


4. BelaUons between the above problem and other eigenvalue problems 

Consider the eigenvalue problem of the equation (IT) taken over the finite 
interval (0, a), with the boundary conditions 

ir{a) = ^(0), ir'[a) = i^'(O). (4T) 

The general solution A6{x, A) + A) satisfies these bormdary conditions if 

Ad + B<j> = A, Ad' + B(p' = -B. 


Hence 


{d-i)(^'+i) = d'<p, 
e-^' = i+d'4>-e<p’ = 2 . 


Hence the eigenvalues are the zeros Aq, A^, . 
have 


m(A) = — 


.. of -F’i(A). Also, at a zero A„ of -^^(A), we 

e+(t>' 

2^5 ’ 


and so 


= 1 . 


Hence, in the notation of §2, = Aq and B^ = Bq, and so 

^ 2 ( 0 : + a, A„) = fiix, A„), i/r^{x, A) = A). 

The function ir^{x, A„) is thus a multiple of the eigenfunction associated with A„ for 
the boundary conditions (4T). Similarly, the zeros A„ of J’ 2 (A) are the eigenvalues 
of the corresponding problem with the boundary conditions 


f{a) = -^i0), ^'(a) = -rm, 

^2(3^+®)A„) = —ifr^{x, A„). 


(4-2) 


and 
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The inequalities (3*1) now depend on 'oscillation theorems’, i.e. theorems about 
the number of zeros in the interval ( 0 ,a) of the eigenfunctions arising from the 
boundary conditions (4-1) or (4-2). Let i}r{x), xi^) be two such eigenfunctions, arising 
from either problem, f{x) being associated with a smaller eigenvalue than x{^)^ In 
the interval ( 0 , 2 a), each has an even number of zeros, since ^( 2 a) = ^( 0 ), 
;^{ 2 a) = %( 0 ). Let '^{x) have 21c zeros in ( 0 , 2 a). Then it^follows from a theorem of 
Sturm (see Titchmarsh 1946 , §5-9) that bas at least’ 2 i;- 1 zeros in ( 0 , 2 a); and 
so, since the number is even, at least 2k, Hence the number of zeros is a non¬ 
decreasing function of the eigenvalue. 

According to a theorem of Birkhoff ( 1909 ) and Haupt ( 1915 ), the eigenfunction 
associated with Aq has no zeros, those associated with and A 2 ;^^ (m = 1 , 2 ,...) 

have 2m zeros in { 0 ,a), and those associated with A 2 ,^_i and Ag^^ have 2 m— 1 zeros 
in ( 0 , a). Erom all these results, and the obvious fact that no A^ is equal to any A,^, the 
inequalities (3*1) follow. 

Consider next the possibility that the sign of equality may occur in (3-1), i.e. that 
E\(A) or -F 2 (A) may have a zero of higher order than the first. On differentiating (M) 
partially with respect to A, we obtain 


Also 

Hence 

Similarly 


d<P(0,X) 


= 0 = 0 
0A ’ aA 


d<P{x^ = A) A) - i>{x, A) A)} 4>{^, A) d^. (4-3) 

= - A) <P(^, A) - ^{x, A) A)} A) d^. (4-4) 


0A 

d6{x, A) 
0A 


Also, differentiating (4-3) with respect to x, 
d^'{x, A) 


aA 


- = -jy'{x,X)<pa,X)~</>'{x,A)da,X)}<^{^,X)d^. (4-5) 


Putting X ~ a, and writing d{a, A) = 6, etc., we obtain 

^-{6'(a,A)-5S'(a,A)} = f 

f 0 

If ^ 4 = 0 , the right-hand side may be written 


g^{0(a,A)-f (a,A)} = + + ( 4 - 6 ) 


“ A) - A)J di. 


(4-7) 


Suppose that A is a zero of Fj^(A) of the second order at least. Then (4-6) is zero, and 
if $5 4 = 0, (4-7) shows that 

wMch is impossible. Hence $5 = 0 ; and similarly 6' = 0 . Since (j>d'-d(f>' = 1 , it 
follows that d(f>' = — 1 . Hence 

6-2 = f =-lid, ( 0 - 1)2 = 0 , 

and so 0 = 1 , — 1 . 
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The conditions 

6>(a, A) - 1, 6'{a, A) = 0, A) = 0, (j>'{a. A) = - 1 (4*8) 

are therefore necessary for the occurrence of a zero of the second order (as least) of 
jF\(A); and from (4-6) they are plainly also sufficient. 


Since 

and 

we have 
Similarly 


dx^dx^ dx^ ~ 


dx 


3V(0,A)^^^ 3V(0,A)_^ 


dx^ 


dX^ 


dmx,x) ^ 

= - 2f^{d{x, X) <l>{g, X) - <j>{x, X) e(^, A)} di. ' 


dx^ 

d^dix, X) 
0 A 2 


If the conditions (4-8) hold, it follows that 


02 


^{0(a,A)-?J'(a,A)} = -2|“{9i(g,A)^^|^-^(g,A)^^^} 

Replacing ^ by x, and then using (4-3) and (4-4), this becomes 

- 2 dxj^ {d{x, X)(f>{^,X)- (p{x, A) d{^, A)}2 dg. 

This clearly cannot vanish, so that F^{X) cannot have a zero of higher order than the 
second. 

Similarly, necessary and sufficient conditions that i^ 2 (^) should have a zero of the 
second order are 

0{a, A) = - 1, d'(a, A) = 0, ^(a, A) = 0, ^'(a, A) = 1. (4-9) 

It is now clear from (3-2) that <l>(x, A) is regular at a double zero of F^{X) or F^iX). 


5. Asymptotic formulae for ifiix, A) and ^ 2(^5 
We have ^ 2 (a,A) = d^-m^(j) = —m^<l> — (^' 

== e^«^' + 0(e-“Vkl) 

by (2*9), provided that | sina/c | > A e“'^. Since 

4>ir'^{a, A) - h) = ^6' -^'0=1, 

, sin aK 


and 

we have, if I sin a/c | > J. 




(5-1) 


( 6 - 2 ) 


ir^{a,X) = - 7 + 


^ 4> 

{‘■"Kr))- 


= %Ke 


(5-3) 
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Next consider ir^ix, A) for 0 ^ a; ^ a. We have 

, sin/c(a: — a) 

ijr^ix, A) = ^ 2 ( 0 ., A) cos k{x — a) + Y^{a, A)- 

K. 

+ -f sin/c(g-a;)g(g)^ 2 (S>A)dg, (5-4) 

^Jx 

e.g. by Titchmarsh { 1946 , lemma 1-7 (i)), with sina replaced by A) and — cos a 
by The first two terms on the right are 

(9(e-are(a-®)T) (9(e-®’'). 


Hence \ir,{x,X)\<K e-*- + ^ f “e«-*)- 1> A) | 

\ ^ \ J X 

where Ky K' are independent of x and r. Putting 

|^2(^>A)1 = e-®’’T(a:), 


it follows that 




K' 


and hence that is bounded for | /c | large enough. Hence 

^2(x,A) = O(e-^0. 

Hence (5-4) gives 


— a) 11 + 0 


’(n) 


= e^'''®4-0 


+ z/ce' 

'9 


K 




Next consider values of x outside the interval ( 0 , a). Let 
X(a;) = 

Then it follows from ( 2 - 10 ) that x(a:) has the period a. By (2-9) and (5-5) 


(5-5) 

(5-6) 


y(a:) = l + (5-7) 

for O^x^a, and so for all x. Hence 

«x.A)-[e-{l + o(i^))]"-{l + o(i^)j 

= e'^^^ + 0 

if X lies in any bounded interval. 

The case of x unbounded requires further discussion. Consider the function 

F(X) = -m^<!>-<p' = 

defimed on the real axis by approach from above. For A < Aq, d — ^'>2, and the 
square root has its positive value. Hence this expression is of the form 



c-V(c2-l) 

and so lies between 0 and 1 . 


1 

c+7(c®-l) 


(ol), 
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ForAo^A^Ai, 

and I F{X) \ = 1. 

ForAi<A<A2, d — (p'<—2, 

and (since we have passed above branch-points at Aq and Aj^) the square root is real 
and negative. Hence F(A) is of the form 

-c-hV(c^-l) (ol), 

and so lies between — 1 and 0. 

Proceeding in this way, we see that 

|F(A)|^1 

on the whole real A-axis. If we define F{X) in the lower half-plane by analytic 
continuation across the segment (— oo, Aq) of the real axis, on which i^(A) is real, the 
values which jF(A) takes in the lower half-plane are the conjugates of those which it 
takes in the upper half-plane. In particular, | F{X) j ^ 1 on the real axis approached 
from below. 

Now suppose that Aq^O, and consider the function G(A) = e-'^^^^F(X), This is 
regular in the A-plane cut along the real axis from 0 to infinity. On both sides of the 
cut, I (?(A) I g 1. Also by (2-9) = i + 0(| A |-i) 

on certain large circles with centre at the origin. Hence, given e > 0, 

|G^(A)|^H-e 

on certain large circles. It follows from the maximum-modulus principle that the 
same inequality holds throughout the interior of any such circle; and so, since e is 
arbitrary, |(?(A) | g 1, i.e. | ^'(A) | Hence by (5*6) and (5-7) 

|,^2(^,A)l^e—{l-hO(i^)j (5-9) 

uniformly in x. 

If Aq < 0, consider (t(A) = jF{A). 

This is regular in the plane cut from Aq to infinity. On the cut, | G{X) \ ^1; and on 
certain large circles | | ^ | ^iawx-va-x,)}{i + 0(1 A |-i)}| 

= l + 0(|Ai-i). 

It follows as before that | Q{\) | ^ 1. Hence 

I F(A) I ^ 1 I 

and 1 F(A) ^ | ] = e-®^ | | . 

If T ^ 1, we deduce that | ^ ^-xt+axI u- i ^ 

and hence 

li/r^ix^X) I ^e~^r+Axi\K\ 
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If 0<T^ 1, cr> 1, we have 

^(A-Ao)-,/A = {cr^-T'^+2icTT-X^f--a-iT 


„ ^ 2iorT-T^Y 


.(<7<-A„)t + 


2i(TT— 

2(0-^ 


j^0\ — \ — (T-ir. 


Hence 




0 4 +0M = 0 


Hence 


Vf^2(a;,A) I ge-*^+^"=’’/°’|l + o||^^| (0 <t^ 1, o 1). (5-11) 


Also similar results hold for the function 'i^^{x,A), with x on the right-hand side 
replaced by -x. Finally, by (2-7) and (5-2), 


= 2/c-j-(9(l), 

provided that j sin a/c | > A e^^. 

6. A convergence theorem 


(5-12) 


It will now be proved that the expansion (3-2) holds, in a certain sense, provided 
that the function /(^) satisfies conditions similar to those under which Fourier's 
integral formula holds. We shall assume that |/(^) | is integrable over ( —oo, oo), and 
that f{^) is of hounded variation in the neighbourhood of the point ^ = x. 

Consider the integral (1*4) taken round a contour in the A-plane, symmetrical 
about the real axis, of which the upper half corresponds to the quarter-square in the 
x-plane made up by the lines 

(r={n + ^)~, T=={n + ^)-, Q^cr^in + l)-, 

a a a a 


Let A) = 




\ J - 


+ + 

-00 J x—A J x ~~8 




mi(A)-m2(A)Uj, 


a x+s rx+A poo \ 

+ + 

X J x+$ J X+A/ 


= <1>i+02+(I>3+(I)4+<D5+06, 

where S and A are to be determined. Let 7g be the corresponding parts of the 
expression (1'4). 

In the case Aq ^ 0 we obtain 
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The last factor can be made arbitrarily small by choice of A, and, since 

0(a;, A)dA = 2 f ^{x,K^)KdK, 
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( 


j 


the first factor contributes to L 


0 


a (n+i)7rla \ / /*(7^+^)73■/a \ 

dcrj = 0 ( 1 ). 

Hence Jg can be made as small as we please, by choice of A, for all n. 
In the case Aq < 0 we obtain 


and 






-■’(nJ 

"«(r 


0 — 


x+A 

0 ~At -i-A(xf-S)l\K 


r \fi^)\di) 

J x-\~A / 

r jM)\di) 

J X+A / 


x+A 
^—AT-\-Aix+A)T/cr 




(0<T^ 1). 


The same result clearly follows in this case. 

Consider next <E> 4 , and choose $ so that/(^) is of bounded variation ino; — + 

q—IXK f*x+S 
J X 


Now 


0,= 


2 k 


QliK ( 1 + C>( 


rx+8 { 1 \ 


^—%XK 


The last term contributes 


o(J;V( 5)K) 


to / 4 , and this can be made arbitrarily small by choice of In the other term, if we 
replace/(^) by/(a; + 0 ), we obtain 


^■~%XK Cx-\-8 ^Uk. _ 1 

/(a: + 0)-^ e-^>^d^=f{x + 0)-^^. 


It is easily seen that this contributes ^f{x + 0 ) + o(l) to Also 

M) +0) = 9i{0 - gM)> 

where and ^2 positive non-decreasing functions of g, and we can suppose that 
g^{^) ^ e, g^i^) S g, where e is given. Then by the second mean-value theorem 

e-^’’ cos icr g^{^) dg = g^^ix+S) e-^’’ cos [or dg 
J X J x' 


( r^iK(x+d) _ ^'IKX'\ [p ^~xr\ 


This contributes 0{e\ A |-^) to O 4 , and so 0 (e) to 1^, and similarly for the other terms 
containing or g^. 
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Having fixed d and A we can, in the interval (x + ^, a; + A), write 

M) = g^+m, 

where g'(g) is the integral of its derivative, and 

r®+A 


/•x+A 

J x+S 




As in the case of L, the contribution of h(^) to is 0(e). That of g(^) is 


rx+A 

2k 


e*^'' 1 + 0 


r^~lXK rx+A /p.-St\ 

-(S)' 

which contributes o(l) to ig. 

Similar arguments apply to and J 3 . Altogether we obtain 


lim f<l)(x. A) dA = ^{f{x + 0) +/(x - 0)} 

j^TTl J 


under the above conditions. The integral on the left is, however, not equal to 
a jSnite sum of the terms on the right-hand side of (3*3), but to such a sum together 
with part of one term, e.g. an integral of the form 

r(«'+ir)V/a“ 


k 


...iA. 


Whether this expression necessarily tends to zero is not clear. 

Having proved the above convergence theorem, the Parseval theorem, that (3*4) 
holds for any function of integrable square, follows by well-known methods. 

7. In this section we consider the relation between the above analysis and that 

of Krordg & Penney. These writers consider real values of A only, and define the 

spectrum roughly as those A-intervals in which periodic solutions of (IT) are to be 

found. Now as in §5 / / / r v 

f^{x. A) = (- mi 95 - 9^ )*/“ 

where ;^(a;) has the period a. In the intervals of the spectrum, 

\-m^<j>-<f>'\ = 1. 

If — = Q^TTihik^ ^7. ^ 

where h and k are integers, then 

(-mip —0')®/" == Q^TTlhxIka^ 

which has the period ka. Hence period ka. Values of A for which (7T) 

holds with some h and k are dense throughout the intervals of the spectrum, so that 
the spectrum as defined here coincides with that of Kronig & Penney. 
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Their first example is equivalent to taking 

q[x) = 0 (P<x-^b), — c {b<x^a). 

sin {x^lX) 


This gives 
for 0<xSb, and 


d{x,X) = cos>(x^X), <p{x,X) — —~ 


VA 


d{x,X) == cos(6-,yA) cos{(rr —6) ^{X — c)}~ J sin {(^r --- b) ^(A - c)}, 

A) - -!HLM>CO.{(»-6) V(A-o)}- 

for6<».S<..Theequations efa,A)-,f,-(a.K) = ±1 
are therefore 

2 cos (b^JX) cos {(a —6) ^{X—c)} 


(a^) + a/(^T^)) - c)} = ± 2, 


or 2 cos {6 ^yA + (a — 6) ^(A — c)} 
A 


A~c 


+ 




2 > sin (6 a/A) sin{(a - 6) ^{X ~ c)} = ±2. 


Taking the + sign, the roots are given approximately by a^X'^2n7r, Putting 

a^jX = 2n7r-j-d, 


it can be shown that 


. (a — b)ac a^c . 2n7Tb ^/1\ 

- --- ±F-2--2Si^-+ ^ -3 • 

47177 Sn^TT^ a \n^/ 


A similar result is obtained on taking the negative sign. These formulae give the 
distribution of the intervals of the spectrum when A is large. 

The hmiting case when b->a, c->co, in such a way that {a — b)c->k, where k is 
a positive constant, is also considered. Here 6{x, X) and ^(x, A) are still continuous; 
but if x^ <b,X 2 >Ojy 

= \ {q{x)-X}(j){x)dx 

J Xi 

= k<p{a) + 0 {x 2 ~ 

in the limiting case. Hence in this case 

^'(a + 0) —^'(a —0) = k(^{a), 


and similarly for d{x,X), The above analysis can be applied if we replace 6'{a,X)^ 
<f>'{a,X) by 6*'(a 4-0, A), ^'(a4-0,A) respectively. Hence the branch-points are now 
given by the equations 


^ , sma/c 

2coBaK + k -= ± 2 . 


Takmg the 4- sign, we obtain a/c = 2n7T, 


or 


c. ka ^ 
aK = 2 n 7 r -h -- O 

2n7T 



and a similar result follows on taking the — sign. 
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The cataphoresis of spherical, solid non-conducting 
particles in a symmetrical electrolyte 

By F. Booth 

H. H. Wills Physical Laboratory, Bristol University'^ 

{Communicated by N. F. Mott, F.R.S.—Received Z September 1948— 
Revised 2 June 1950) 


A theoretical analysis is given of the motion of sohd non-conducting charged spheres through 
symmetrical electrolytes, under the action of an applied electric field. It is shown that the 
steady velocity of translation U may be written in the alternative forms 

1 1 

where Qe denotes the charge on a sphere and £ the zeta-potential j the coefficients Cj, and are 
proportional to the applied field strength and depend upon the radius of the particle and the 
concentrations, valencies and mobihties of the 10ns in the electrolyte. A general method is 
given for calculating the 0^ and and the first/<?wr coefficients of each series found explicitly. 
Some quite general properties of the c^, are also deduced. 

It is shown that under certam conditions, the terms of the series for U, apart from the first, 
are of considerable importance and must be taken mto account in estimating ^ from U* 


1. Inteoduction 

In the following paper we shall consider the theory of one of the phenomena known 
as electroMnetic effects, namely, 'cataphoresis' or 'electrophoresis’. The effect we 
are to examine is the motion under the action of an electric field of charged solid 
spherical non-conducting particles suspended in water or in an electrolytic solution. 
Many attempts have been made in the past to determine the relation between the 
rate of motion of the particles, the applied field and other relevant physical 
quantities. Helmholtz ( 1879 ) was the first to make a theoretical study of electro- 
kinetic phenomena in general, but he only gave a qualitative discussion of cata¬ 
phoresis. Later Smoluchowski ( 1918 ) gave the formula 

4:7T7j 

* Present address: King’s College, London. 


(M) 
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for the cataphoretic velocity XJ, of non-conducting particles, e denotes the dielectric 
constant of the liquid, E the applied field, 7 / the coefficient of viscosity of the liquid. 
^ represents the difference in potential between the surface of the solid and the liquid 
at infinity and is known as the 'electroldnetic potential’ of the surface. It was 
assumed that both rj and e retained their macroscopic values in the immediate 
neighbourhood of the interface. The formula was claimed to be vahd for particles of 
any size or shape provided that the thickness of the ionic atmosphere or 'double 
layer ’ at any point of the surface was small compared with the radius of curvature 
of the surface at that point. 

The next major advance was made by Henry { 1931 ). He confined attention to 
spherical particles but generalized Smoluchowski’s work in two ways; he examined 
conducting particles and did not impose any restrictions on the double-layer thick¬ 
ness. For the case of non-conducting particles he gave the formula 




where b = ^ is the particle radius and 


47re^ 2 




^=l 


ekT 


( 1 - 2 ) 


(1-3) 


z^e denotes the charge on an ion of type i, e being the electronic charge, the con¬ 
centration of ions of type i far from the particles; k is Boltzmann’s constant and 
T the absolute temperature. The summation is over the s different ionic species in 
the electrolyte. The function/( 6 ) is plotted in figure 1 of Henry’s paper; it increases 
monotonically from the value f for small 6 , to 1 for large b. The quantity x'~^ the 
dimensions of a length, and it is easily demonstrated that it is a rough measure of the 
thickness, normal to the surface, of the ionic atmosphere round the particle. Hence 
the parameter b represents the ratio of the Linear dimensions of the particle to the 
double-layer thickness. The state 6 > 1 corresponds to a thin double layer, and we see 
that ( 1 * 2 ) then reduces to ( 1 - 1 ). 

In deriving formula (T 2 ) Henry used two main simplifying assumptions. He 
assumed in the first place that the so-called 'inertia terms’ in the hydrod 3 mamical 
equations of motion could be neglected. Secondly, he regarded the field near the 
particle as simply the resultant of the applied field and the field due to the electrical 
double layer in its equihbrium state. The first assumption is almost certainly valid 
for the range of velocities usually encountered experimentally. But the second 
assumption is much more doubtful. As the particle moves through the electrolyte, 
the ions in the double layer will tend to lag behind. In front of the particle we would 
expect the charge density at a given position in the ionic atmosphere to be less than 
its equihbrium value, but behind the particle greater. This behaviour is well known 
in the Debye-Huckel theory of the conductance of electrol 3 rfces, where it is called the 
'relaxation effect’. In addition, the apphed field will modify the charge density in 
the atmosphere, quite apart from any effects due to the finite mobihties of the ions. 
It is the object of the present paper to remove this hiatus from Henry’s work; we 
shall attempt to evaluate the potential near the particle exactly, and from this obtain 


Vo1 20^^. A. 


33 
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an improved formula for U. If we write the total charge on the particle as Qe, then 
we find that the cataphoretic velocity U may be expressed as a power series m Q, 

(1-4) 

1 

Since Q is also expressible as a function of the zeta potential, (1*4) can easily be 
rewritten as a power series in In what follows we shah, develop a technique for the 
calculation of the coefficients Unfortunately, the complexity of the evaluation 
increases rapidly with the order of p, and consequently it has not been possible to 
work out the terms of series (1*4) explicitly, further than the fourth term. For the 
order of magnitude of the zeta potentials encountered experimentally, however, this 
should be adequate for a satisfactory estimate of ^ from measurements of U. 

Three previous attempts have been made to improve Henry’s work in the same 
respect, by Komagata ( 1935 ), by Hermans ( 1938 ) and by Overbeek ( 1943 ). The 
results of the first two papers are not in agreement and both treatments are invalid 
for different reasons. The major part of the present investigation was complete 
before the work of Overbeek came to the notice of the writer. Although the methods 
and scope of the present paper are different from Overbeek’s, the results are in fair 
agreement. 


2 . Basic assumptions and method of calculation 

In what follows we shall consider non-conducting particles only. We make the 
following basic assumptions: 

( 1 ) The dielectric constant e, the viscosity 97, and the ionic mobilities co^ are 
uniform throughout the fluid phase. 

( 2 ) The cataphoretic velocity is proportional to the field strength; this assumption 
simplifies the theory very much and is generally fulfilled in practice. 

(3) The electrolyte is incompressible. 

(4) The 'inertia terms’ in the equations of motion of the electrolyte may be 
neglected. It can be shown that this is justifiable provided that ( 2 ) is fulfilled. 

(5) The electrolyte is symmetrical, that is, it contains equal numbers of ions of 
equal but opposite charge. 

( 6 ) Finally, we require some assumptions on the behaviour at the surface of the 
particle. By purely thermodynamical arguments the difference of potential between 
the interior of the particle and the electrolyte far from the interface can be shown to be 

RT 

^ ~ ^0 ^ > (2*1) 

where ^0 is ^ constant, F is Faraday’s constant, and is the activity of the ion of type i . 
The potential g of ( 2 - 1 ) cannot be identified with the electrokinetic potential since 
^ and ^ behave quite differently as the ionic concentrations are varied. It is necessary 
therefore to postulate a region or 'surface phase’ on the solid side of the boundary, 
in which the potential varies. We shall make four assumptions on conditions in the 
surface phase: 

(i) The thickness of the surface phase is small compared with the particle radius. 
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(ii) The charge iix the surface phase is immobile; there is no surface conductance 
effect. 

(iii) Suppose that we denote the surface charge density when the field is applied, 
and when it is not applied, by /S(P) and 8 -y{P) respectively. Now Henry assumed that 

S{P) = -^cose + S^{P), (2-2) 

where is the dielectric constant of the solid, and 6 the angle between the radius 
vector to P and the field direction. The first term represents a small charge due to the 
difference between the conductivities of solid and liquid. (Hence, apart from this 
small term, he assumed that the surface charge remained unchanged.) In our 
analysis we shall also assume (2*2); this does not imply of course that we shall go as 
far as Henry and postulate that the charge distribution in the electrolyte is also 
unchanged. 

(iv) The potential difference across the surface phase retains its equilibrium value 
when the external field is apphed. 

Assumptions 6 (iii) and 6 (iv) are probably only approximations to the true state of 
affairs, since both the surface charge and potential jump must depend to some extent 
on conditions in the electrolyte—^for example, on the ionic concentrations and the 
local field strength. It is hoped to examine this question in detail in a later paper. 
This completes the review of the basic assumptions, and we shall now proceed to 
sketch the method of calculation. 

The motion of the fluid is steady if co-ordinates fixed with respect to the sphere are 
used. The equation of continuity becomes 

divv = 0 , ( 2 - 3 ) 

and, remembering assumptions ( 3 ) and ( 4 ) the equation of motion reduces to 

grad^ -h p grad "ijr = 9/Av. ( 2 - 4 ) 

V is the fluid velocity, p the pressure, p the charge density and ijr the electrostatic 
potential. 

If 0)^ is the mobility of an ion (the velocity acquired when unit force is applied to it), 
then the mean velocity of the ions of type i is given by 

/ kT \ 

Ui = v-Wi|^2iegrad^+—gradm^j, ( 2 - 5 ) 

where is the concentration of the ions. The derivation of this equation is quite 
straightforward, the third term on the right-hand side represents the contribution 
to due to diffusion. The equation of continuity for the ions gives 

div(m^uj = 0. (2-6) 

Equations (2*3), (2*4), (2-5) and (2*6), together with the boundary conditions, furnish 
all that is required to find the cataphoretic velocity, but a direct solution is impossible 
and we shall adopt the following indirect method. 

(1) Equations (2-5) and (2*6) are solved with v = 0 and = 0. This solution for 
which we denote by is the potential near the surface when the particle is at 
rest and no field is acting upon it. 


33’2 
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(2) is substituted for ^ in (2 • 4 ), giving a solution Vj^ for the velocity. By adj usting 
the velocity at infinity so that the total force on the sphere vanishes, we obtain a first 
estimate TJ-^ for the cataphoretic velocity TJ. 

(3) Suppose we now introduce for v in ( 2 - 5 ) and (2'6). The equations give a new 
solution for ^ which we can denote by 

(4) Repeating stage (2) with f set equal to instead of we obtain a new value 

for U, namely, 

This alternate solution of the equations of motion of the electrol3rte and of the ions 
can emdently be continued indefinitely, giving a series of successive approximations 
to the cataphoretic velocity. But if it proved necessary to carry through a large 
number of steps, the method would be very cumbersome, it is necessary therefore to 
consider the accuracy of the low-order approximations. 

Let the total charge on the particle be Qe, where e denotes the electronic charge. 
Then we shall show that each approximation to U may be written in the form 

d;. = i '(s-?) 

v=^l 

The first suffix of the coefficient denotes the order of the approximation, the 
second the appropriate power of Q Since Q can be expressed as a power series in 
^ the electrokinetic potential, ( 2 * 7 ) can be written as 

(2-8) 

^==1 

Now we shall find that 


^ 1,1 ~ ^' 2 , 1 ? ^ 1,2 ~ ^ 2 , 2 > ( 2 * 9 ) 

Hence m the second-order approximation, the coefficients multiplying the first and 
second powers of Q are the same as in the first-order approximation; it is easily shown 
that the same applies for the higher order approximations, or symbolically, 


^ 1,1 


= 




^1,2 == (all/t). ( 2 T 0 ) 

Therefore, if the dependence of U on the first power of Q or ^ is required, it is sufficient 
to determine only; this is in effect Henry’s method. Physically, this result indicates 
that the contribution to U due to the distortion of the ionic atmosphere, arising from 
the field and fluid motion, varies as powers of Q or ^ higher than the first. Hence it 
follows that Henry’s third basic assumption, namely, 'that the applied field may be 
taken as simply superimposed on the field due to the electrical double layer ’ is valid 
for his result. The assumption would have been incorrect, however, if the dependence 
of U on higher powers of <3 or ^ had been examined. 

We shall also find that 


^ 2,3 


r= c 


7 ^, 3 ? 


<^ 2,4 ~ 


(/^>2). 


( 2 - 11 ) 


Thus if we reqiure the dependence of ?7 on Q or ^ correct to the fourth power of either, 
we need only evaluate the second approximation. In general, at least must be 
calculated to give the dependence of ?7 on Q or ^ correct to the 27ith power. In the 
subsequent calculations we shall find and and therefore obtain the dependence 
of U on the first four powers of Q. 

This completes our review of the method of calculation, and we can now proceed 
to determine the first approximation to '([r or 
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3 Calculation of the first approxiimation to the potential— 

NO APPLIED FIELD 

Since equilibrium conditions obtain, we have 

(3*1) 

is the concentration at a large distance from the particle of the ion of type i ; 

denotes the first approximation to the ionic concentration m^. To determine 
we have, using Poisson’s equation, 

4:716 ^ 

= - — S%^z^exp[-e2,V^l/feT']. (3-2) 

€ t = l 

The boundary conditions are 

^1-^0 (r->oo), ^ = (3 3) 


where r is the distance from the centre of the sphere. Equation (3*2) with a different 
second boundary condition has been solved by Gronwall, La Mer & Sandved (1928), 
and their method, with some slight modifications, can be used to find If we set 


^i(^) = S {ea)-- {- kTf-^ Q%{x), 

V = 1 

where x — then the functions A,,(a;) are easily calculated: 

A ^b—x ^ 

A2(x) = 0, 

^ 3 (^) = -j — [a(^) - 2e® Ei (4a;) + 6-== Ei (2a;)], 

A4(a;) = 0, 

where qm= I Ei(a;) = f ^du, 

t = l / ^ = l J X ^ 

P-2& /l—M 

= ru ~ ^ (ru) 

Equations ( 3 * 5 ) give all the A^ functions which will eventually be required. 


(3-4) 


( 3 ‘ 5 ) 


(3-6) 


4 Calculation of the first-order approximation to U 


Henry calculated the cataphoretic velocity ass-uming that the potential due to the 
surface charge and the surrounding electrolyte retained spherical symmetry. Hence 
his results can be used immediately to determine U^, and we have from equation ( 18 ) 
of his paper 



-I- (Xq) -f- SaVo 





dr~~ 5 a^ 


*00 
J Cl 


wM 



( 4 - 1 ) 


where cTf, = (cr' — cr)/(2(r' + cr), and cr', cr are the specific conductivities of the electro¬ 
lyte and solid respectively. Since in our case cr = 0, we have cTg = J. Changing to the 
X variable (4-1) becomes 




X* 


dx ■ 




i 





( 4 - 2 ) 
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Substituting from series (3-4) for and using the above expressions for the A„, we 

obtain the senes of coefficients Ci ^, ■ • ■ for the expansion of ffi powers of Q. 


Ee „ ,. 

Cl 1 = X— 


with = 


QiTTja' 

1 


(1 + 6 ) 

Cl. 2 = 0 > 

Cl Q = 


[1 + *62 - ^63 - ^6* + + i 6 VEi (6) (1 - 


Ee^ 




where 


^7T7ia^{ekT)^ 

1 / b \3ra(6)Xi(6)(l + 6) 


K*)’] 


+ e-‘^-Ei(46)(-^-i6-2^62 + ^63 + 


JLA4 
48 ^ 


-|t6>e»Ei(36)(l-^Sr6') + e“Ei(26)(i + A6-A6>-A6» + ,>,6*) 


__1_1 j__3_9 A I 42 7 /.2 ■ _5_9 A3 7 9 M | 

48^^ 80 320^^ 960^ 1 9 2 0 ^ 640 ^ 

The function X^{b) is plotted in figure 1. 


Cl,4 = 0 . 


(4-3) 


5, Calculation of the second afproximation to the potential 

Following our general method we now proceed to solve equations (2-3), (2*5) and 
(2*6) for the second approximation ^2 ^5 using in the equations the first approxi¬ 

mation Vi, for the fluid velocity. From equations (2*5) and (2*6) we have 

div(TO2^Vi) = + ^-rE COB + (5-1) 


where the m^i denote the second approximations to the ionic concentrations m^. 
Defining 'p^ and (j) by the relations 


™2i = +Pt, f2 = f ! + <!>, 


(5-2) 

4ett& ^ 

Poisson’s equation gives =-2 

^ i=l 


(5-3) 

and (5*1) becomes, after some rearrangement 



-f ez^ A^i 4- A^) + ^^grad^p.^ grad |^^i 4 ^ cos 6> | 

(-aj 


+ n^ezi exp (- es, f^jkT) ^ ^ cos 6 

['*])] 



- wJ div [Vi exp (- ezi^JkT) +Pi)] = 0. (5-4) 
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To solve (5*3) and (5*4) we assume developments for and ^ in powers of Q 

00 00 

A = 2 2 e2^(efeT)-'’ai-''(9x...,n(*)-P«,(cosi9), (5-5) 

v = 0 ?i=0 

^6 = ^ S 2 &^{ekTY~'’a}-'’Q'’X,^^{x) P„{cosd). (5-6) 

l' = 0 M = 0 


In accordance with our assumption that U varies linearly with the field strength, 
terms depending on E to powers other than the first are not included. From (5*3) the 
^ and will be related 


Afr)A =-^y.n. 

c 1 ,=* 


where represents the operator 


1=1 


(6-7) 


am = ^ ^ n{n + l) 

^ dr^ r dr 


To determine and ^ we substitute expressions (5*5) and ( 5 * 6 ) in (5*4) and solve 
the diflferential equations for „ and A^^^ which are obtained by equating 
expressions multiplying different powers of Q to zero. 

At infinity both ^ and A^^ are zero, the three boundary conditions at the surface 
are less simple. Since we have postulated no lateral movement of ions in the surface 
phase, it follows that the net flow of each type of ion towards the surface must vanish 
at all points on the surface. Hence if 0) denotes the radial component of the 
average ionic velocity at the point r, 0, where 0 is measured from the direction of 
j®, one boundary condition is that 

0 ) —0 0 ^ 0 ^ 277 . 


From (2*5), since = 0 at r = a, this becomes 


kT 


dr 


+ ez^m^{a) 


dr 


= 0 . 


(5*8) 


The second boundary condition is derived from the assumptions (6) of § 2. Suppose 
we write the potential in the interior of the particle in the following way 

= - i e^Er COS 6 + ir,. (5-9) 


The first term is the potential the interior would have if the particle had no double 
layer. Just as we defined the sequence of approximations for the potential 

in the double layer, we may write i,^ 5 ^ 3 ?... for the successive approximations to 
corresponding to ^ 1 , etc. In this notation we can express 6 (iii) by the relation 



la 


* dr 



(5-10) 


and 6 {iv) by ^j_ 2 (a) — 5 i(a) = 0 . (5'11) 

We can now proceed to solve equation (5-4). Equating to zero the part independent 

of Q we find mkTn^^o,. + = 0 . (5-12) 

Integrating we get 


kTjTi^ 0, n, + ®2;,. An. „ = ^ 




0,71^ 




0,7i * 


-71-1 


(6-13) 
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The boundary conditions give = = (oT4) 

Multiplying (oT3) by imzJekT and summing over the s ionic species, we find 

(A«-X^)Ao.„=0. (5-15) 

Hence Ao^„(a:) = (5-16) 


where andZ>g_„ are integration constants and Jni^:) is the usual Bessel function. 
From the condition that Aq _„-»-0 as r->oo the factor multiplying e® in (5-16) must 
vanish; hence ^ (5-17) 

From the solution for boundary conditions, we find 

1 


a 


^ {n + m )! 


* (26)^ 


[e(6 + m-l- 1) +?iej = 0. 


(5*18) 


Since each term of the summation is evidently positive, it follows that 

{7o,. = 0. (5*19) 

Hence we conclude that for all n 

7J■^,o.n = Ao.« = 0. (5-20) 

The first terms of series (5*5) and (5-6) for (j> and in powers of Q have now been 
found and we now proceed to examine the second terms. Equating the coefficient of 
Q to zero in (5*4) 


00 M / n^\ d 

^E^A(fe!r7r,^i_„ + ?i,eSjAi_JPJcos5) + -^qi-^jcos0-^ = 0. (5-21) 


This equation decomposes into two cases, 

AW(feT77-,_i_„ + «,eZiAi^„) = 0 ?i4=l, 


and 




V W dr ■ 


(5-22) 

(5-23) 


For equation (5*22) is of exactly the same form as (5*12) for and Aq and 
may be analyzed in the same manner. We eventually find that, for n=|= 1 . 


7T, 




— ^l,n — 


(5-24) 


How consider the solution of (5*23). Changing the independent variable from 
f to ar and integrating 

+ = A^-^jX+ +n^ezlF^{b,x), (5-25) 


where + 1+ l_i + l+*e>EiM)]. (5-26) 


The boundary condition at infinity gives .4^ ^ 3 ^ = fi- Erom the boimdary condition 

(5*8) we obtain 

= \niez\h^F{{b, b), 


(5-27) 

where 

F^(b,b) = dF^(b,x)/dxji,. 

(5-28) 

For Aj 1 , since = 0 , 

(Af-l)Ai.i{*) = 0 . 

(5-29) 
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The appropriate solution is 

= ^1,1 ®''*(“ + "l) + 1 ■ 

\a; x^j ' \a; x~/ 

From the boundary conditions (7^ ^ ^ = 0 . 

Hence we finally conclude 


n 


[F,{b,x) + ^^F{{b,b)\, Ki=^- 
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(5-31) 

(5-32) 


The analysis for the determination of ^ 7 t ,-_3 Ag ,, and A 3 „ is very similar to 

the cases just developed, we shall therefore omit details and merely state the 
results. We find 


2 , n 


A2„=0 ra+l, (6-33) 

and A 2 ^ 1 satisfies the equation 

(Ar>- 1) A3 ,,(x) = - g3[F3 (6, X) + b) - mb, b) - lF,{b, 6))] 

t=i / 1=1 


where 


g.m- 


(5-34) 

(5-35) 


The quantities F^{b, a;) and F^{b, x) are, like F-^{b, x), comphcated functions of b and x. 
There is no point in carrying the integration of (5*34) a stage further since we shall 
eventually require the quantity 1 ) only, not A 2 ^i* 

Also = Ag^,, = 0 4 = 1 , (5-36) 


and 


1) A 3 ,, = - qt [^3(5, X) + ^3 (^ 6 ( 6 , b) + 


dx 


jF3(6,6) + |F^(6,6) 


(5-37) 

The necessary calculations of the second approximation to ^ are now complete and 
we can now find the second approximation to the fluid velocity. 


6. Calculation- of the second approximation for the fluid velocity 
We have for Vg and p^, 


7j curl curl Vg + grad_ 2?2 — —p% ~ ^ 


r 


( 6 - 1 ) 


divVg = 0. 


(6*2) 


Assume that ' ^2 = ^i + ^^cos 6 ^€>, (6*3). 

where 0 is a function of r only. Also define p^ by 

vt =Pi-^^Px^dr. (6-4) 

Then ( 6 T) becomes 

7 j curl curl V 2 + grad^f = ^ j^cos 6 €> + A^^^ grad ^<5 — f — —^ cos (6*5). 

if we drop terms involving in accordance with our basic assumptions. 
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The divergence of ( 6 - 6 ) gives an equation for integrating, 


P* 




p r + cos<9 + 


rV 


eEoos 6 “ 

477 


!! “ ““ (Jj> i M 

dr Jr 






dz dz dz dz / __ * 


( 6 - 6 ) 


From the boundary conditions at infinity = 0 , but to find the velocity must be 
investigated. 

Let Wg = curlVg. (6-7) 

In spherical polar co-ordinates (r, 6, a), Wg has r and 6 components equal to zero since 
there is symmetry about the axis ^ = 0 , the same applies to curl curl W 2 . If we write 
for the a component of Wg 

W 2 ^ = C£;*(r)sin 6 ^, ( 6 - 8 ) 


where w'^{r) is a function of r only. Now it is easily proved from ( 6 * 8 ) that 


curl cuii^ W 2 = — sin d (6*9) 

Using this relation we see that the curl of (6-5) gives an equation for The 

particular integral for is 

v^Hr) = -^{UT) + it{r)), (6-10) 


where 


^ dr 2 Jr 


dz, 


&{r) 






d{Afxjr^) 


dz 


:-i) 


dz. 


( 6 - 11 ) 

( 6 - 12 ) 


Particular integrals for v^r and v^e are readily found from equation ( 6 T 0 ). We omit 
details since the calculation is very nearly the same as that given by Henry, the only 
difference being the replacement of ^ 1 ( 2 ) by ^1(2) -{- (2). If (— XJ^) is the velocity at 

infinity, the complete solution is 


nYrrl i eE(a 

v ^, = gob 9 C4(-1+—I — 


eE 

Qtttj 


(jj(^l(2) + mz))dz + y^^\uz) + &{Z)) 23^2))] , 


= sin 5 

= 0 . 

P2 = 


r ?7 b---— 

L “r 4 r 4 r 3 , 

.fi/f 




(2))d2 


+ 


6777 \J, 


(^1(2) + ^l(«)) dz-^j^(^j_{z) + ^^{z)) z^dz 


+ °os e + — {^t*{r) + - 3 


df^) 

dr 


, + 


(6*13) 


eP Tcjo ■“ 


( 6 - 14 ) 
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To complete the solution it only remains to substitute 


dz. 


' —' 2 ^ 2 , 1 ^ 3,1 


in (6T2) and (6*15). 


a{ekTf 
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(6*15) 


( 6 - 16 ) 


7. Second approximation to the cataphoretic velocity 

To determme the cataphoretic velocity we must now find the total force on the 
sphere, and choose the value of m equations (6*13) and (6-14) which makes this 
force vanish. This value of will then be the second approximation to the 
cataphoretic velocity. 

There are two kinds of forces to be considered: 

[а) Electrostatic forces acting upon the charge on the surface. We shall denote 
the resultant electrostatic force by F^, 

(б) Surface stresses due to the liquid, giving a resultant force F^ on the sphere. 

We shall first evaluate the electrostatic force on the sphere. The field in the electro¬ 
lyte may be regarded as the sum of two fields, one with potential due to the 
external applied field together with the ions in the electrol 3 rfce, the other with 
a potential ^ due to the surface charge on the particle. 

f=fe + fe- 

To find the electrostatic force on the particle we require the force on the surface 
charge due to the part of the field derived from the potential ^ only. 

The potential is readily found. For, we have within the surface 

Af, - 0. (7*2) 

The general solution of this equation is 


fe 


00 




(7-3) 


Since the region contains the origin we have 

= 0. - (7-4) 

Also = 0 n>\, (7-6) 


since ^ involves Po(cos 6) and Pi(cos 6) only, if we drop terms depending upon and 

higher powers. Hence the field in the direction of the 6 axis is 


^ 0(r cos d) 


0=0 




(7-6) 


and is therefore uniform throughout the region concerned. 
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The field is easily calculated since it is made up of the external field E and a term 

due to the asjunmetry of the charge in the ionic atmosphere. 

X- = E — 2Tt{ f cos,dr^dddr. (7-7) 

J 0 J a 

Substituting from equation (6-3) the second integral becomes 

l-jSjf f Af^€>(r)sin0cos^(9(i0dr. (7*8) 

J 0 J a 


Integrating, we eventually find that 


X 


= 4-5 


^(a) 1 ) 

a "^3 dr 


} 


(7-9) 


Now the total electrostatic force on the sphere will simply be the total charge 
multiplied by the field Hence 


F. = eE 


dfi 

dr 


(- 

,al3 


d^{r) 


3 dr 


^ . . n 1 

+ y<[)(a)-a2|. 


(7-10) 


The force due to the pressure and viscous drag is easily found by integrating the 
stress components over the surface of sphere, 


= - GnarjUa - eEa |gf*(a) - y(a) - 


+ r{^^{z) + inz))dz\. {7-11) 

f J ct 


z . 


Now for Uq and to be identical, the total force on the sphere must vanish. From 
this condition we obtain 


or, using (6*12) for (z) 
eE 


U, L\- 




u, = -~jy,{z)+^n^))dz, 




IKr 




(7d2) 


drdz. (7-13) 


Substituting for and O from (3-4) and (6*16) respectively we find, comparing 
coefficients of the first power of Q in equation (7*13), 

(7*14) 

From (7*14) we observe that in the second approximation to U the first member of 
the series for U in powers of Q (which is the term calculated by Henry) is identical 
with the first member of the series in the first approximation. 

Comparing coefficients of we find 


^2,2 = 0. (7*15) 

Since g = we see that to order the first and second approximations agree. 
From the coefficients of in (7-13) we find 

Ee^ 
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where (7-17) 

and ^ 3 ( 6 ) = d(J’ 3 , 6 ) + ^/|i, 6 jl’'( 6 , 6 ). (7-18) 

In (7*17) and (7-18) the symbol J{f,b) denotes the integral operator defined by 



Figure 1. Functions X^(b), Y^{b), Z^fb) and Z^{b). The dashed curve is —10^4(6).f 


23 ( 6 ) (apart from a multiplying factor) represents the effect of the distortion of the 
double-layer due to the 'relaxation effect’ on Cg 3 , whereas Y^{b) represents the effect 
of the remaining part of the distortion. The evaluation of (7*17) and (7*18) is very 
tedious; 1^(6) and Z^(b) are plotted however in figure 1 . Both functions are every¬ 
where negative, and tend to zero for both small and large 6 . 

t The author will supply the complete analytical expressions for X^{b), Yz{b)^ Z^{b) and 
Z^{b) to any readers who might desire them. 
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Beturning to equation (7‘13) and comparing coefficients of Q* we find 
where Z^ib) = J{Fe,b) + ^J^^,b'^^'Q(b,b)-lFs(b,b)-^Fs{b,b)~^. 


(7-20) 

(7-21) 


We shall omit the analytical expression for Z^(b), since it is extremely complicated; 
the function is plotted in figure 1 . It is everywhere positive, with a single maximum 
and vanishes for both small values of b and large ones. For convenience in calculation 
we have also plotted the quantity — 102 ^ 4 ( 6 ), since the Z^{b) curve lies near the axis 
of logio^ on the scale of figure 1 . 

This completes the information we can derive from the results of § 5, and we must 
now proceed to higher approximations. 


8. Higher APPROxiMATioisrs 

Following our general plan the next step in our calculation would be to find the 
third approximation ^3 to ijr from equation (5T) with replaced by Vg, the second 
approximation to the fluid velocity derived from equation {6T3). From ^3 we could 
then find V 3 and so Uo. by the method of the preceding paragraph. Unfortunately, 
owing to the elaborate expression for Vg the method becomes prohibitively com¬ 
plicated for approximations higher than the second. However, it is possible by very 
general arguments to determine some useful properties of the higher coefficients of 
series (T4). 

The second approximation gives U correct to the fourth power of Q or For 
from (6T3), ( 6 T 2 ) and ( 6 T 6 ) Vg differs from v^ in terms of order Q^, Hence from 
(5T) the difference between ^3 and ^2 order and from (6T2) and (7*13) 

and 14 differ by terms of order Q^. Siimliarly, we can show that and differ 
by terms of order Q'^ at most. Continuing the argument the statements of the second 
paragraph on the ^ coefficients can easily be verified. 

Although we shall not attempt to find the coefficients for > 4 explicitly, we 
shall now prove that their limiting values for b very large or very small are aU zero, 

Cj, = 0 b^l or 6>1 (z^ 4 =l). ( 8 * 1 ) 

First consider the case ofb<^l; since is a measure of the double layer thickness 
the case 1 corresponds to an ionic atmosphere of infinite thickness. Now the total 
charge in the ionic atmosphere must be equal and opposite to the charge on the 
surface. Hence a double layer of infinite thickness wdll have a charge so diffuse that 
its effect on the particle may be ignored. The system is therefore equivalent to 
a charged particle in a non-ionizing medium. In this case the velocity is obviously 
proportional to the charge Q, since the viscous drag is simply given by the Stokes 
formula. This proves the first part of assertion ( 8 T). 

For the other case, 6 > 1 , it is convenient to consider separately the contributions 
to the coefficients of the spherically symmetrical and spherically unsymmetrical 
parts of the electrostatic field. 
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Since it can easily be shown by the methods of paragraph 4 that all the are 
zero except when n ~ 1, it follows that the contribution to c^, due to the symmetrical 
part of the field is simply From equations (3^4) and (4*2) we have 






67r7]a^{ — ekT} 




Kix) 


dx- 




Jft a:® J 


( 8 - 2 ) 


We therefore require the behaviour of A„(a:) for large values of both x and b. Let us 
assume that for 1, A„(a:) can be written in the form 


V ^nib—x) 



(8-3) 


where the coefficients are independent of x and b, being products of ordinary 
numbers and the quantities ^'2 • • • • It is easily verified that the Ay(rr) functions which 
we have worked out explicitly are of this form. 

Now from Ay(a;) the higher functions A^_^ 2 (^) found by a fairly 

straightforward application of the Gronwall, La Mer, Sandved method. Using this, 
it is not difficult to show that can be put into the form of (8*3). Hence by 

induction it follows that (8*3) is valid. Substituting for A^(a;) in equation (8-2) 

rs 1 V 

~ 67T7}a’'{ - ekTf-^ \ 6"+4 

Hence the ^symmetrical field’ part of the coefficient of Q in the series development 
for XJ tends to zero as for large 6. 

The contribution to U from the asymmetrical part of the double layer field can 
be investigated in a rather similiar fashion, using the analysis of §4. We shall omit 
details of the rather tedious argument and merely state the conclusion. We find 

= 0 ( 6 - 2 ) ( 8 . 5 ) 

at most. We finally reach the conclusion therefore that the second part of assertion 
(8T) is correct. 




n~l 


( 8 - 4 ) 


9. Stjmmaiiy and discxjssion 

It is now convenient to collect our results and discuss them. We may evidently 
write the general formula for U in the form 

U = ^Zi(6)+ ^ i: Q’'e^’’-^a-''(ekT)^-’' 

%7Tifja 67r^v=2 

x[Zj(6; g 2 ..-* 2 .)+ + (0‘1) 

The first term is simply Henry’s formula. The physical significance of the three 
functions ZJ, TJ, and Zl in the second term is as follows: ZJ represents a con¬ 
tribution to U due to the syTumetrical part of the field round the particle. These 
terms did not appear in Henry’s formula because the Debye-Huckel approximation 
was invoked. Both TJ and represent contributions due to distortion of the 
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double-layer field, but FJ is independent of the ionic mobilities. For symmetrical 
electrolytes we have found 

= Yl = F+a = z; = y; = 0, (9-2) 

^3(^. fee's) = S'3^3{^) 

nib-, q„q,) = q.Yzib) [ _ 

mb-, fe?3> q*) = qsmb) 
mb-, q2,q3,qi- q*,qt) = qtmb)-. 


where X^{b), Y^ib), Z^(b) and Z^{b) are functions of the parameter ‘ b ’ only, and are 
plotted in figure 1 . 

An alternative expression for U is an expansion in powers of 




EekT “ /^y 

^TfTje v^2\kT) 


X fe ••• ^.)+Yl(b; ^ 2 , ...q,) + Zl(b; ...g,; ...g*)]. (9*4) 


The physical significance of the various terms X®, Yl, Zl corresponds to that of the 
and Z^ of (9T). A set of relations exactly analogous to (9*2) and (9-3) holds 
for the Xl, Yl, Zl functions, the unstarred functions of b on the right-hand side 
of ( 9 * 3 ) being replaced by starred functions X^{b), Tf ( 6 ), Z^{b) and -Zf ( 6 ); these 
quantities are plotted in figure 2 . Xf{b) is plotted by Henry (figure 1 ). It will 
be observed from figure 2 that the starred functions plotted tend to zero as b becomes 
infinite. Unfortunately it cannot be inferred from §8 that all the functions XI, Yl 
and Zl possess this property. But this conjecture seems very plausible; if it is true 
(9*4) reduces to the Smoluchowski formula ( 1 * 1 ) for b very large. 

Formulae (9*1) and (9*4) are so complicated that it is dijB&cult to appreciate all their 
implications at a glance. The following observations help to display some of their 
chief features. 

1 . The importance of the correcting terms increases with the ionic valencies. Also 
the relaxation terms Z^ and Z^ are greater the smaller the ionic mobilities. This 
follows because the enter the g* as the inverse power. 

2 . A natural question to ask is, for what values of the double layer thickness does 
the correction to Henry’s formula have its greatest value? From (9*1), calculation 
shows that if Q is taken as constant as b is varied, then the correction is at its 
maximum for 1 * 0 . On the other hand, if ^ is taken as constant, the maximum 
correction arises when b 6 * 0 . 

3. Another question of interest is the magnitude of the correction. This depends 
very much on the nature of the electrolyte owing to the factors and g*. In figure 3 
has been plotted the quantity GrrTjeUIEekT as a function of e^jkT, For one curve 
U is calculated from ( 1 * 2 ) and for the others, from (9*4). The electrolyte is pure water 
and for b the value 6*3 has been chosen; this corresponds to the position of 
maximum correction to Henry’s formula. It will be observed that the correction is 
quite large for e^jkT > 2 . The effect of the term of order in (9*4) becomes appreciable 
for e^jkT > 1*5, and of the term of order when e^jkT > 4*0; at 25° 0 this corresponds 
to a value of 100 mV for the zeta potential. 



Figtjbe 2 . Functions Xt(b), Yt{b), Zt{b) and 



Figure 3 . Curve (I), equation ( 1 * 2 ). Curve (II), equation ( 9 * 4 ), neglecting terms 
of order Curve (III), equation ( 9 * 4 ), neglecting terms of order 


VoL 20 ^ 1 . A. 





632 


F. Booth 


Since zeta potentials sometimes appear to reach values of 150 mV, this result has 
an important bearing on the use of cataphoresis measurements to find zeta potentials. 
It shows that unless the double layer thickness is less than a hundredth of, or greater 
than the radius, the values of ^ calculated from Henry’s formula may be completely 
fallacious unless the zeta potential is quite small. In fact the correction seems so 
large that some information on terms of higher orders in (9*1) and (9-4) would appear 
to be very desirable. But the present calculations seem to be as far as one can go by 
exact methods. 


10. Discussion of previous work 

In view of the divergence between the results of the present paper and those of 
some other writers, a critical summary of previous work will now be given, 

Hermans ( 1938 ) has calculated the cataphoretic velocity to the third power of 
^ for the limiting case of b large—that is, for a thin double layer. In our notation 
he finds 



This does not agree with our conclusions since we have found that all the correction 
terms to the Smoluchowski formula vanish when 6 > 1 . But Hermans’s analysis seems 
open to criticism on several grounds. In the first place the contributions of order 

and to C7, due to the spherically symmetrical part of the electrostatic field are 
ignored. Also in the final evaluation of U, the electrostatic forces due to the field 
distortion are taken into account, but the equally important modifications of the 
fluid stresses by the distortion are ignored. 

In another memoir (Komagata 1935 ) the effect of relaxation on U in a symmetrical 
electrolyte, there being no restriction on the double layer thickness, has been 
examined. But the results are invalid for several reasons. To determine the distortion 
of the ionic atmosphere by the fluid flow, the disturbing effect of the solid particle on 
the fluid flow is ignored. This means that the results are only valid for thick double 
layers or for 6 1 . Also the expression for the disturbance of the external field due to 

the particle is incorrect, since it is made to depend upon the dielectric constants, not 
the conductivities of the sphere and the electrolyte. Finally the effect of the field 
distortion on the fluid stresses is taken into account, but the electrostatic forces 
arising from this distortion are not added. 

Finally we come to an elaborate analysis due to Overbeek. In this V is calculated 
to the third power of for both symmetrical and unsymmetrical electrolytes. The 
results are in good general agreement with the present calculations although the 
method is rather different. 

Another paper by Overbeek ( 1945 ) gives a simple discussion of the correction to 
U when h is large. The result (in our notation) that Z^{b) is of order for b large is 
confirmed. 

I am indebted to Imperial Chemical Industries Ltd. for a research grant under 
which this work was carried out. 
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The electroviscoLis effect for suspensions of 
solid spherical particles 

By H. Booth, H. H. Wills Physical Laboratory, Bristol University^ 

[Communicated by N. F. Mott, FR.S.—Received 19 June 1948 —Publication 
delayed at authoPs request in order to follow preceding paper) 


In this paper a theoretical analysis is made of the electrokmetic phenomenon known as the 
‘electroviscous effect’. A general formula is given for the effective viscosity of a suspension 
of solid, spherical, charged non-conductmg particles m an electrolyte 

The mcrease of the effective viscosity due to the surface charge and the lomc double layer 
surroundmg the particles is determmed by a modification of Einstein’s method for the 
calculation of the viscosity of solid suspensions The effective viscosity may be expressed 
m the form 

V=Vo 

where tjq is the viscosity of the electrolyte, v the volume of suspension m volume V of solution 
and Qe is the charge on each particle. It is shown that = 0 and is determined exphcitly. 

It IS found that the electro viscous contribution to y, for a given charge Q, tends to mcrease 
as the thickness of the double layer mcreases When the thickness of the double layer is small 
compared with the radius of the particle the effect vanishes 

A comparison with previous theoretical work is made, and it is shown that much improved 
agreement with experiment is obtamed. 


1 + 2 5 {vlV) 




1. Introduction 

The first theoretical investigation of the viscosity of soHd suspensions in a fluid was 
made by Einstein ( 1906 ). He showed that the effective viscosity of a suspension of 
solid spheres in a liquid of viscosity is given by the formula 


V = Vo 



(M) 


where v is the volume of the solid, V the total volume of the mixture and v is small 
compared with F. The expression 0[vlV)^ denotes terms of the order (vjVy^. 
Guth & Simha ( 1936 ) added a third term to Einstein’s formula and gave 



109 p 


r+2F+ 

14 \1 

i>) ++)) 
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( 1 - 2 ) 
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Jeffery (1922) extended Einstein’s work to ellipsoidal particles; in this case the 
factor I is replaced by a coefficient depending upon the axial ratio of the particles 
and their orientation with respect to the flow. 

Smoluchowski (1916) pointed out that for a charged particle in an electrolyte 
the electrical double layer round the particle might be expected to increase the 
effective viscosity of the suspension. He obtained the relation 


5v 

= %|_1 + 27 


1 + 


2V[ crriQa^ 



(1*3) 


where <r is the specific conductivity of the electrolyte, a the radius of the solid par¬ 
ticles, e the dielectric constant of water, and ^ the electrokinetic potential of the 
particles with respect to the electrolyte. The formula only applies when the thickness 
of the double layer is small compared with the particle radius. 

Smoluchowski gave no proof of relation (1*3), but later Krasny-Ergen (1936) 
published a derivation; he obtained a formula almost identical with (1-3), the only 
modification being a factor f multiplying the correcting term due to the electro- 
kinetic potential. 

Experimental work has confirmed the qualitative result that the presence of 
the charge on the spherical particle increases the viscosity—a phenomenon known 
as the ‘electroviscous effect’. But quantitative agreement is not very satisfactory, 
formula (1-3) predicts in general much too great an increase in the viscosity. But 
the evidence is rather inconclusive because of experimental difficulties. 

In the following paper we shall attempt to recalculate the magnitude of the 
‘electroviscous effect’, or modification of the effective viscosity due to the electrical 
double layer. We shall obtain tj wdthout Smoluchowski’s restriction that the double 
layer is thin compared with the size of the solid particle. It will be shown that 
Smoluchowski’s formula requires considerable modification. 

The method we shall adopt gives the viscosity in the form 

^ = + (1-4) 


where Qe denotes the charge on the particles and e is the electronic charge. In theory 
the series of coefficients ... can all be calculated, but in practice the method 
is prohibitively complicated except for the first few coefficients. In this paper we 
shall only derive and Ug, but it is hoped to examine some of the higher coefficients 
in a later publication. 

Since Q can be expressed as a power series in the electrokinetic potential, an 
alternative method of writing (1*4) is 


V = Vo 



l + hn 


1 



(T5) 


2. Basic assumptions and oenebal method oe calcueation 

To solve the purely hydrodynamical problem treated by Einstein we require 
only one set of equations, the usual equations for the fluid motion; but in our case 
we have two sets, one for the motion of the electrolyte, the other for the motion 
of the ions. 
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For the electrolyte we make the usual assumptions. We neglect the ‘inertia terms ’ 
in the equations of motion and assume that there is no turbulence. Also, the electro¬ 
lyte is regarded as an incompressible fluid, and there is no ‘ slip ’ at the surface of the 
spherical particles. With these assumptions the equations of motion and continuity 

are respectively , i , a 

grsbdp+pgrsbd-i/r = 9 JqAVj (2*1) 

divv= 0 , ( 2 * 2 ) 

where p is the pressure, v the fluid velocity, p the charge density and ijf the electro¬ 
static potential. The derivation of ( 2 * 1 ) and ( 2 * 2 ) can be found in the preceding paper 
by the writer on electrophoresis ( 1950 ) which will be denoted hereafter by I. 
ijf and p are related by Poisson’s equation 

A'ljr— —^TTple, (2*3) 

e being the dielectric constant of the electrolyte. 

As in Einstein’s calculation we shall assume that the volume of the solid is small 
compared with the total volume of the suspension or that 

(2*4) 

In I it is shown that the equations of motion of ions are given by the equations 


- grad -h ez^ grad ^ 1 , 


div(miUj = 0, 


where i distinguishes the type of ion and fl^, and are the mean velocity, 

mobility, concentration and valency respectively of ions of type i. 

We assume that all the quantities e, and are uniform throughout the 
electrolyte. 

We also require some assumptions on the conditions at the solid-electrolyte 
interface. A full discussion of these is given in I; precisely the same assumptions 
are made in the present paper, namely: 

( 1 ) The thickness of the ‘surface phase’, or region containing the surface charge 
on the particle, is small compared with the radius of the particle. 

( 2 ) The ions in the surface phase are immobile—they cannot move laterally 
over the surface. 

( 3 ) The surface-charge density at any point is fixed; it remains unchanged when 
the electrolyte is set in motion. 

(4) The potential across the surface phase is also unaffected by the motion of the 
electrolyte. 

(5) All the basic assumptions so far made were also made in I. In the present 

paper a further condition will be added, that the double layer is small in thickness 
compared with the average distance between the neighbouring particles. Now the 
quantity x~^ defined in § 4 is a measure of the thickness of the double layer; hence 
we postulate that 47 rrgi ^/3 = 7 , ( 2 - 7 ) 


where N is the total number of particles in the suspension. 
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Since we take to be muck larger than the radius of the solid sphere, or a, in view 
of (2-4), condition (2-7) imposes no restriction on the relation of the double-layer 
thickness to the size of the particle. If condition ( 2 - 7 ) is not imposed it becomes 
necessary to consider the interaction of the charges and double layers of neighbouring 
particles. 

Einally, we shall consider only non-conducting solid particles. 

This concludes our review of the basic assumptions, and we shall now sketch our 
method of calculation. To calculate the effective viscosity from equations (2-1) to 
(2-6) we shall employ a method devised by Erohhch & Sack (1946) for the analysis 
of the rheological properties of dispersions We shall refer to their paper here¬ 
after by the symbol II. Our problem is to determme the coefficient of viscosity 
Tj which a volume of uniform fluid w'ould have if it exhibited the same stress-strain 
relationships on its surface as a volume of the suspension sufficiently large to contain 
many solid particles. For convenience we may call the fictitious fluid of uniform 
texture which is equivalent to the suspension, the ‘macroscopic fluid’. 

Suppose we apply a system of stresses to a sphere of radius R of the macroscopic 
fluid so that the velocity distribution in the sphere has rectangular components 

«£ = {i = 1 , 2 , 3 ), ( 2 - 8 ) 

3=1 

where {i = 1,2, 3 ) denotes rectangular co-ordinates. Equation (2'8) will satisfy 
(2'2) and also represent irrotational motion, provided that 

Sa,, = 0, (i+i). (2-9) 

Tlie stress components required to give the flow ( 2 * 8 ) are given by 

( 3?z 'ey'll \ 

^ + + (2-10) 

where ^ is the pressure, and = 1 if ^ = j, 8 ^^ = 0 if i + 

Suppose we now replace a sphere of the macroscopic fluid, of radius and con¬ 
centric with the sphere of radius i?, by its 'microscopic structure’, that is a solid 
particle of radius a at its centre, surrounded by a spherical shell of fluid of viscosity 
% between radii r = a and r = r^. If the system of stresses (2*10) is applied to the 
surface r = jB of this second model, the flow will be different from that of the macro¬ 
scopic fluid. But if we make B sufficiently large the flow on r = B for the second 
model will be given by equations (2-8). From this condition and the boundary con¬ 
ditions at r = a and r = we can calculate the viscosity of the macroscopic fluid. 
The boundary conditions to be satisfied are continuity of velocity at r = u and 
r = Tqj and stress continuity at r = Tq. 

The only essential difference between our present calculation and that of Frohlich 
& Sack in § A of II is that the flow in the spherical shell between r — a and r = Tq 
is modified by the presence of the charge on the solid and its double layer. For this 
region we must solve (2*1) and (2*2) for v and p, utilizing equations (2*3), (2*5) and 
(2*6) to find p and 



Electroviscous effect 537 

For the purpose of solving equations ( 2 - 3 ) and (2*5) it is convenient to write v, 
p and ^ as the sum of two velocities, pressures, and potentials respectively, 

v=:v* + v^ (2*11) 

p=p'^+p^ ( 2 * 12 ) 

and f = ( 2 . 13 ) 

V* and p'^ denote the solutions for v and p if the charge on the sphere were zero. 
V'’ and p^ denote the disturbances in v and p brought about by the presence of the 
charge on the particle. 

A rather similar scheme obtains for denotes the solution of (2*3), (2*5) 

and (2-6), with v set equal to zero: it is the ordinary solution for the potential when 
the hquid is at rest. When the electrolyte is moving the ions tend to be dragged along 
with the hquid, so modif^ung the field due to the double layer. Thus (f represents the 
distortion of due to the fluid motion. For our purpose we shall only eventually 
require and but a knowledge of (p is necessary to find v^. 

In the next section we shall consider briefly the velocity v*. §4 contains the 
relevant solutions for Using these preliminary results we shall calculate in §5 
both <p and v' to the required degree of accuracy. Finally in § 6 we complete the 
calculation of the effective viscosity by using the solutions for <f> and v^. § 7 is devoted 
to a discussion of the results and a brief comparison with the experimental data. 


3. Calculation of the velocity distribution 
(no charge on solid particles) 

The relevant solutions may be found in § A of II; we shaU therefore merely set 
down those conclusions which we shall require. 

Transforming to spherical polar co-ordinates 

(x = r vsin 0 cos a, ?/= z = rcos 0 ), 

we can write the stress components in the form 

S„ = -p + 27jJ, = 


f{d, a) = sin^ 6 cos^ a + ocga sin^ 6 sin^ a -f 0 C 33 cos^ 6 

+ 2^23 sin 6 cos sin a -f 2ai3 sin 6 cos 6 cos cc + 2ai2 ^ ^ (^*^) 


where / is a spherical harmonic of the second degree. 

We need the velocity of the fluid in the region a < r < when the stress system 
(3T) is apphed to the surface t — R and p = ^ = 0, Eventually it will be found 
that we only require the r component of v, and this is easily determined from 
equations ( 23 ), ( 35 ) and ( 36 ) of paper II. We have 



5 a^ 3 a® 

2^3 2r® I ‘ 


Tiiis concludes our determination of v* and we shall now proceed to find 


( 3 - 3 ) 
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4. The ttndistobted potential 

The solution for the potential when the fluid velocity is everywhere zero has 
been given by the writer in paper I. We here state the conclusions only. 

We found that could be expressed as a power series in Q, where Qe is the charge 

on the spherical particle, 

^1= S (4-1) 

m=l 


Since we shah, onty ultimately require the first term of series ( 4 T) we merely give 


Ai(a;). We have 


Ai(x) = 


:J)—X 


l-{-b X 


(4-2) 


where b ~ S and % is the concentration of the ions of 

type i at a large distance from the particle, e is the electronic charge, k Boltzmann’s 
constant and T the absolute temperature. 


5 . CaLCTJLATIOK of V AND JO , 

Having obtained v* and we can now proceed to obtain the general solution 
for the velocity v. Let denote the ionic concentrations when the fluid velocity 
is everywhere zero. Then by Boltzmann’s relation we have 

= n^ex-pi-ez^i^JkT), ( 5 - 1 ) 

Then if we write + ( 5 * 2 ) 

can be regarded as the 'distortion’ of the ionic concentrations due to the fluid 
motion. We have . 

A55 = - S 2,5^. ( 5 - 3 ) 

^ %=1 


Multiplying equation ( 2 * 5 ) by 7% and taking its divergence, we obtain, after some 
simplification, the following differential equation relating p^, (p and v: 


kTAs^ + ^ ^ + (grad . grad 


(«- 4 ) 


Now for small values of v we should expect and (j) to vary as some linear function 
of the velocity and possibly of its derivatives. Hence three of the terms of equation 
( 5 * 4 ), namely A^, (gradgradand divv 5 ^, fall into the same category as the 
'inertia terms’ in the equations of motion. Since we have neglected these terms, 
we also drop the similar trio in ( 5 * 4 ). 
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To solve equation (5'4) we assume developments for s^, ^ and vl in series of powers 
of Q, Qe being the total charge on the sphere when the system is at rest. Let 

<l> = f{e, a) i (feT)i- Qr^r), (5-5) 

P =1 

5. -f{G, oC) i; e^-i(ea)->' {kTf-'’ (5-6) 

v=l 

4 = f{6, a) i: {kTf-” (5-7) 

V=1 

vl, vl and v^ denote the components of v"' in the r, 6 and a directions. It is also 
convenient to have similar developments for vl, v\ and^^ 

df ^ 

4 = 4 S (5*8) 

cUp^i 

and a similar expression for vl with dfjdd replaced by (1/sin^) (3//9a) and by 
We also set 

Q^7T,(r), (5-9) 

v=i 


Here/is defined by equation (3*2). 

In the above expansions all the expressions f^e.vi f^cc,v^ and/Tr^ will be 

dimensionless functions of r. Strictly we should use for etc., perfectly general 
expansions in terms of harmonics of all degrees from zero upwards. It can be shown, 
however, by methods very similar to those developed in I in § 5, that all portions of 
such an expansion will vanish except the portion multiplying the harmonic/((9, a). 
This conclusion follows from the tliird and fourth assumptions we have made on 
the nature of the solid-liquid interface. We have accordingly written and V'' 
in the above way. 

Substituting for from (4T) and using (5*5) to (5*9) in (5*4) we get a series of 
equations for the successive functions i, Ti, 2 > • • • ^ 72 , i> 72 , 2 ^ • • • ? 7s, n 7s. 2 ? * • • 

and ... 

nn .o>y. ri.A . 

(i = 


AV{kTY,_i + ez,nM = 


dr 


U dr dr j rj^w^ae dr • 




where 


and we write 




n^ez 

w,kT 


^ n{n+l) 

dr^^ rdr r^ ’ 


vf = Vir)f{d,cc). 


rjQ-w^ae dr 

(i = l,2,...,s)J 
( 6 - 10 ) 

(5-11) 

(5-12) 


From equation (3-3) it follows that 


5a® 3a® 


a 


3 
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To determine the effective viscosity we have to evaluate the successive functions 
y?r,2. * •• Thcsc cau be found from equations (5-10) and 

equations (2-1) and (2-2) for the motion of the electrolyte by the following method: 

(1) The first of equations (5*10) is solved for the unknowns and 

(2) Using these solutions we can find all the six functions from equa¬ 

tions (2*1) and (2*2). 

(3) In the second of (5*10), all quantities are now known except y^^g 
Integrating, and using the boundaiy conditions, we can find these quantities. The 
same applies to the third of equations (5*10) which gives y^^g and <^3. 

(4) To solve the fourth of equations (5* 10) for y,^ 4 and ^4 we require 3. This must 

be found from the equations of motion, using the solutions for 5S4, ^2 5^3* 

It is evident that this process of alternately solving the appropriate equation of 
set (5*10) and the equations of motion can, m theory, be continued indefinitely, and 
the velocity found correct to any desired power of Q, the particle charge. But, in 
practice, the solution becomes very complicated after the first few stages. In the 
present paper we shall evaluate the effective viscosity correct to and therefore 
we evaluate 4, Aa,2J only; thus we carry out stages 1 and 2 only 

of the above programme. 

The first step is the integration of (5*10) for y^ ^ and ^4. We have 





5w^kT 



dz W 


dz, 


(5-14) 


where ^^- 4 and 4 are constants. Since y^ 4 and ^4 both tend to zero at infinity, 
From (4*2) and (5*12) the integral can be evaluated and we can write 


where 

F^{b,x) 





X^io.kT 


Fi(b,Xf)> 


(5-15) 


j , 6\ 563/ X I 13 2 :.^Ei(x)eq 

5(1 + 6)L \ X x^ x^J 2 \ 8 8 ix ix^^x^^ 8 / 

+^ 5 / ^ , J_L +J_15 a;^Ei(a;)eq ~| 

2 \ 144 144 '72x 24:X^ 6a:2'^6a:* 144 /J' 


(5-16) 


To find jBj j we must consider the boundary conditions at the surface. We have 

assumed no lateral movement of ions in the surface phase, and therefore it follows 

that the net flow of each type of ion towards the surface vanishes at all points of the 

surface. Hence if ,.(r, 0, a) denotes the radial component of the average ionic 

velocity u,, then - , /i , „ ^ ^ 

(9, a) = 0 for all 0 and a. (5-17) 

From (2-7), since — 0 at r = a, this becomes 


kT 


or, from (5-5) and (5-6), kT 


dr 

dr 


difr 


d(b-t 


= 0, 


= 0. 


(5-18) 
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Applying this condition to (5-15) we find 




,b), 

(5-19) 

where F[{b, b) = 

dx 

L 

(5-20) 

From Poisson’s relation we have 



4-7T/3 5 

e *,= 1 

(5-21) 


Hence, multiplying (5-15) by 4:7rezJekT and summmg over i from 1 to 5, we obtain 
a differential equation for only, 








(5-22) 


could be found by integrating this equation once more, but since we do not 
eventually require (p^ itself but only the quantity -- pi, we shall not proceed 
further with the integration of (5*22) 

This completes the first stage of our calculation, and we now proceed to the second 
stage—the determination of .. from the equations of motion and con¬ 
tinuity of the electrolyte. 

We evidently require the solution of equations (2-1) and (2*2) where pr is of the 

f = + ( 5 - 23 ) 

and T is a function of r only. 

From Poisson’s relation 

p = _^(Ag-),/^,+/Afr)T). (5-24) 


Hence if we drop the term involving products of Y (since this is of the same order 
as the 'inertia terms’) (2-1) becomes 


curl curl v + grad^' = —[/A^'^Y grad + A^f^ grad/Y], 

477 


where 

Taking the curl of (5*25) we have 




(5-25) 

(5*26) 


7 /q curl curl curl V = — [[grad(/A|‘^Y) Agrad^J-l-[gradA^^^^i Agrad/Y]]. (5*27) 

If we set w = curl V, then this equation gives for the three components of curl curl w 
curl curlew = 0, 

,.cudcuil.w . 


,,curlcurl.w - - 


(5-28) 
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To solve these equations we first write the components of curl curl w in terms of 
the components of w. This is easily accomplished by the usual formulae for the 
differential operators. We find, for example, 


curlcurl(jW = 


1 02^, 1 02 

rsm^0r0a 


, 1 9 1 

r®0(9sin^0(9 '^r20^sm^ doc ’ 


(5-29) 


If now we try a solution of {5-28) in the form 


= 0 , 


Tr(r) 0 / 

^ sin 6 doc 


= lT{r) 


dj_ 

dd’ 


(5-30) 


where W(r) is a function of r hut not of (9 or a, we find that the expressions (5'30) 
form a solution provided W(r) satisfies the equation 


A^i^W = 


e 

4 : TT 7 lQr 


\ dr dr 



(5-31) 


The solution of this equation is easily determined by the method of variation of the 
constants 


If = 


207r7?o 


Jf (^-^) T(3) , (5-32) 


where A and B are constants. 

Having determined w we must now find v from the two equations 


w = curlv, 

divv = 0. 


We assume a solution in the form 


T/^ ■^2 9/ 


V 2 9/ 

r sin 0 doc ’ 


where and are functions of r only. 
Trom equations (5-35) we have 


di,v = i|(,v.)+^|i(sm9|) + 4jg} . 0. 


Since 


d0 


\ d&/ sm 


02 / 


ddcx?' 


= -6sin< 


it follows from (5-36) that and satisfy the equation 

d 


dr 


rW^-67^ = 0. 


(5-33) 

(5-34) 

(5-35) 

(5-36) 

(5-37) 

(5-38) 


Now curhT) = —= 0. 

rsm&L90 9aJ 

Hence equations (5-36) satisfy the condition = 0. Similarly, we find that the 
second and third of equations (5-30) are satisfied provided that 
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Equations (5-38) and (5-39) determine]^ andeliminating!^ we find thatTg satisfies 
the equation 

£^t% = r^ + ZW. (5-40) 


Integrating this equation we have 


K = CJ-2 + 


D 1 fV dW(z) 




where C and D are again arbitrary constants. 
From (5-39) we find for 


dW{z) 


z^ r2\ 

- \dz, 

r® z} 


3z* 2r 


(5-41) 


V, = 2Gr--ff-rW{r)+-\ z'^ + ZW{z) dz 


(6-42) 


Collecting onr results we find 


where 




(5-43) 


sin 6 doc 


and U{r) 




(5*44) 


Equations (5*43) determine the velocity completely, provided the potential *'F 
is known; when T = 0 they become equivalent to expressions (23) and (24) of 
paper II. 

Taking the divergence of equation (5*25), we have 

^P' = ^ [^2 i/r^ixr) ^ (^)] • ( 5 - 45 ) 

We have dropped terms involving products of Y(r). 

The general solution of (5*45) is 


p' =/rPr2+^3 + ^ 


2Afe>(x2)A^*)T(z) 


(5.46) 


The integration constants P and Q are found immediately by substituting p' as 
given by (5*46) in equation (5*25) 


P — 3^ qj 4, Q — — 27IqB. 


(5*47) 



544 


r. Booth 


Having obtained equations (5*43) and (5*46) stage 2 of our calculation is now 
complete, apart from fixing the constants H to D from the boundary conditions. 
In the present paper, however, we shall not go on to solve for the higher terms. 

All the material is now available, therefore, for the evaluation of the viscosity tj 
to the degree of approximation we requme. 


6 . CALCULATIOlir OF THE EFFECTIVE VISCOSITY 

From paper II we have for the fluid flow in the region r < < i? 

r Jy ^4. 6 dd\2 Sin (9 9a \2 

where is a constant. 

From (2*10) we have for the stresses 

24Di 


S,r = Vf{^ + - 


8, 


rO 


'de\ )-5 /’ sm^Sal r® )■ 


( 6 -]) 


( 6 - 2 ) 


If -we apply the boundary conditions to equations (5-43) we find at the surface r = < 


ZAa^ B ZD ^ dX 

-; + 2C'a- --aU{a)+-r- 

' dr 


5Aa^ D X{a) 

+ Ca+—+-^ = 0. 


= 0 , 


(6-3) 


14 a‘^ a 

We have assumed in (6-3) that on the surface of the particle 

= Vg = = 0 . ( 6 - 4 ) 

These conditions are true for the velocity distribution v*, but to apply thorn to 
the case when the particle possesses a potential across a double layer requires justi¬ 
fication. We show in an appendix, however, that the total force and total couple on 
the particle both vanish and therefore equations (6-4) and (6-3) are valid. 

At the surface r = both the velocity and the stress must be continuous. These 
conditions give the four equations 


-ai 

’ fS " *1 “ ti 


and 


%[- 


Mrl+ar +^-^- 0+^1 


14 


7 rg rl J 

II 


rSArl B 8Z)-| 

II 

[-f] 1 


Since we have assumed that the double layer does not extend to the sphere 

it follows that 

Y"/ \ 


(6-5) 


( 6 - 6 ) 


' 0 = 


Vo 


U{ro) (6-7) 

all vanish, and so equations (6'6) and (6*6) do not involve terms depending upon Q. 
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Solving the six equations (6-3) to (6-6) for the six unknowns A, B, G, D, and n] 
and remembering that a rg, we find 

^ = 0, B = a^[i+Y{a)l (/= i+ 

D = -ia^-a^X{a), A = + R WL 

where {^'9) 


Substituting from equation (5*22) for V, we find that rj can be written in the form 




(6-10) 

where 

- 2(tol, * ’ W-’t'.W -i:V.W) (^-p)* 

(6-11) 

and 


(6-12) 


From formula (6*10) we see immediately that the correction to the viscosity due 
to the electroviscous effect is of order or, equivalently, of order Hence in 
formulae (1*4) and (1*5) we have 


= 0 . 


(G-13) 


The evaluation of the three quantities U-^{a), X^{a) and X'-^{a) is straightforward 
but tedious, and we shall merely give the final result. Equation (6*10) may be 
written in the form 

I i \ a II 

(6-14) 
(6-15) 




where 


s 

E 

-i—l 


q* = ekT % n^z\wi Y^n^z\, 6 = ;^a 




and Z{b) ~ 


1_r 

2507r(l+6)^l_ 


75 25 25 756 27856^ 26563 10376* 

463 46 8 ''''8 336 1^“ 224 


59365 676 ® 6 ’ , 

672 42 “m'*' 7 


:25Ei(26)^- 


2563 + ^ + 


106’ 

26®\ 

3 

7 j 


+ e»Ei(6) ^ (l -1^) (26" + 26® + 6*) + F[{b, 6) (1 + 
256 56® 56® 356* 56® 56® 25 


b) 


X—XW + 


■+■ no ■^OQC~OOQ~7q® E*( 6)6 ll 


24 8 12 72 288 288 48 


'30 


))]- 


(6-16) 


The quantity (f" is dimensionless and is independent of the concentration for an 
electrolyte of given composition—that is, with given ionic species and given pro¬ 
portions of the various species. 
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The foriQula for fj in. terms of ^ the electrokinetic potential is 

The limi ting forms of Z{b) which are useful for b small or b large are respectively 



^^°^^200nb^ 320077 

(6-18) 

and 


(6-19) 


Z{b) is plotted as a function of 6 (= %a) in figure 1. 



logio & 

Figube 1, Fimetions Z{h) (cixrve 2) and Z{h) (1 + 6)^ (cxirv© 1) plotted against logio 

7. Discussion 

From formula (6-18) it will be noticed that for a given charge or potential the 
electro viscous contribution to rj increases as 6“^ for small values of 6. At first sight 
this result would seem to be mcorrect, since in the limit (small spheres) it 
would make ij tend to infinity. But the limit 6 -> 0 corresponds also to a double layer 
extending to infinity, or effectively, a charged sphere in a liquid medium with no 
free ions; such a system could obviously not behave as a rigid body. However, it 
is not legitimate to reduce b to zero, since we have assumed in condition (2*7) that 
the double layer does not extend near to the boundary of the fluid sphere. This 
assumption was introduced to obviate dfficulties due to possible effects of external 
particles on the double layer of the solid sphere in the sphere r = But it has also 
been introduced explicitly in the calculation in equation (6-7). 

On physical grounds it is to be expected that the electroviscous effect should 
increase as the thickness of the double layer increases. For, basically, the effect 
arises from the distortion of the spherically symmetrical field round the particle, 
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due to the ions being dragged along by the fluid Since the fluid velocity increases 
roughly as the distance from the centre as we move away from the sphere, we should 
expect the distortion to be greater the farther out from the sphere the main body of 
the ionic charge lies, that is, the more diffuse the double layer. 

For b large, or for a very thin double layer, we observe from (6-19) that the electro- 
viscous contribution vanishes. Tliis again is to be expected from general physical 
arguments. When b is large the double layer is concentrated in a region very near to 
the surface where the fluid velocity is zero. Hence there should be no distortion of 
the field and no modification of the velocity components on the surface of the larger 
sphere r = But this result is in direct contradiction to the Smoluchowski and 
Krasny-Ergen formulae (1*3), for they apply to a thin double layer and obviously 
do not vanish. Consequently it is now necessary to undertake a critical examination 
of Krasny-Ergen’s analysis. 

In principle, Krasny-Ergen’s method is to find the distortion of the potential 
due to the fluid motion. Tliis potential produces currents in the electrolyte, and it 
is assumed that the energy dissipated is cr(grad<l))^ per unit volume, where cr is the 
specific conductivity and <1> the distortion of the potential. Hence the total energy 
dissipated throughout the sphere of radius Tq of volume r will be 

^1. = (grad<l>)^dT. (7*1) 

The integral of equation (7*1) is evaluated by relating €> to ^ the fluid pressure in 
Einstein’s calculation, it is found that 

eC 

^ - —5—^4-constant. (7*2) 

4:7T7Iq(T 

From the expression for W^i the effective viscosity is found by Einstein’s method; 
the work done in unit time in the sphere of radius is equated to the work done in 
a like sphere of uniform fluid, with viscosity tj, and with the same velocity distribu¬ 
tion on its boundary r — 

There are two criticisms to be made of this argument. In the first place in expres¬ 
sion (7*1) the contribution due to the currents caused by diffusion gradients is 
neglected. 

It can also be shown, without a detailed examination of Krasny-Ergen’s deduction 
of equation (7*2), that his relation between O and f must be incorrect. For, on the 
surface of the sphere, from equation (14) of Krasny-Ergen’s paper, we have 
0<I>/9r = 0; but this boundary condition is not fulfilled by equation (7*2). 

8. Comparison with experiment 

Unfortunately, very few experimental results seem to be available on the electro- 
viscous effect. However, it is interesting to examine some recent work by Bull (1940) 
on the viscosity of suspensions of egg albumen. Bull measured the viscosity of the 
suspension, together with its specific conductivity and the electrophoretic mobility, 
for various values of pH; in some cases measurements were made with an electrolyte 


Vol. 203. A. 


35 



548 


F. Booth 


(sodiuin chloride) added. He concluded that the electrical contribution to the 
viscosity varies as as predicted by the Smoluchowski and Krasny-Ergen equations, 
but that both formulae gave a completely wrong order of magnitude for the effect. 
The Smoluchowski formula gave values as high as ninety times those observed, and 
the disparity was obviously greater with the Krasny-Ergen formula. 

Let us now compare Bull’s data with the calculations of the present paper. Un¬ 
fortunately, exact comparison is not possible for various reasons. In the first place, 
the particles of protein which made up the suspension are not spheres but spheroids 
with a fairly large eccentricity (axial ratio of the order 3). Possibly for this reason 
Bull found that at the isoelectric point 

7j 7 Jq{1 + 5-2vIV), (8T) 

instead of the usual Einstein formula. Secondly, formula (6-17) gives 7j in terms of 
the ionic mobilities not the specific conductivity cr. (6’17) can be brought into 
a suitable form if we assume that all the mobilities are equal. We can then write 
for the electroviscous contribution to rj 

which differs &om Smoluchowski’s formula by the addition of the multiplying 
factor 7r6^(l -f bY Z{b). In table 1 we compare Bull’s data from formula (8*2). 


Table 1. Oalctjlated and obsebved values of 

Vel^/V 


pH 

b 

observed 

without NaCl 

Krasny-Ergen 

formula (8*2) 

5*25 

0*0186 

0*6 

60 

0*01 

5*85 

0*00941 

1*8 

254 

0*01 

6*62 

0*00135 

2*9 

543 

0*02 

7-72 

0*00594 

3*9 

934 

0*02 

9*65 

0*0504 

4*6 

1299 

0*2 

10*20 

0*1661 

4*3 

1126 

0*8 

10*85 

0*3570 

3*2 

645 

1*4 

11*16 

0*5101 

2*5 

with ISTaCl (0*01 n) 

424 

1*5 

5*71 

0*7892 

0*4 

14*4 

0*1 

7*38 

0*7892 

0*6 

37*3 

0*3 

8*82 

0*7892 

0*5 

103*5 

0*75 

10*60 

0*8333 

0*3 

90*8 

0*7 


The second column gives the parameter b calculated from the pH values and 
concentration of added electrolyte. Comparing the third and fifth columns of the 
table it will be seen that our theory for the most part gives better agreement with 
experiment than the Krasny-Ergen formula. The agreement is poor in the first six 
entries. For various reasons, however, too much significance should not be attached 
to this disparity. For example, Bull states that for the viscosity measurements, 
concentrations of less than 1 % of protein were used. Hence condition (2*7) puts 
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a lower limit of 0*1 on the value of b for which the formula (8*2) is valid. It is not, 
therefore, strictly legitimate to apply our theory to the first five entries of the 
table. A more likely explanation of the disparity, however, is that the values of b 
estimated from the pH values are much too small; in other words, other ions were 
present in the suspension. For the values of 6 m the first five cases indicate a double 
layer so diffuse as to make the suspension very nearly equivalent to a suspension of 
charged spheres in a non-ionizing medium. Such a system would not show any 
electrical contribution to the viscosity; this is contrary to the experimental facts, 
and we accordingly conclude that the estimates of b are too small. Yet another error 
may have been introduced owing to ambiguity in the interpretation of the quantity 
O'. In formula (8-2), cr refers to the specific conductivity of the electrolyte only. Bull’s 
measurements, however, seem to have been made upon the suspension; hence part 
of the specific conductivity he measured may have been due to the protein itself. 
Any substantial error due to this cause would, of course, improve the agreement of 
our theory with experiment but increase the disparity between experiment and 
the Krasny-Ergen theory. 


9. Appendix 


For equations (6*3) to be correct, we must verify that the boundary condition 
(6-4) at the surface r = a is also correct; to do this we shall show that the total force 
and resultant couple on the sohd sphere both vanish. 

The forces on the sphere are of two kinds: 

(а) ordinary stresses over the surface due to the fluid motion and pressure; 

(б) electrical forces due to the interaction of the charges on the surface and the 
charges in the ionic atmosphere. 

Consider the forces of type (a ); the appropriate stress components are 


S„ = -p + 2%-^, 


Ser = Vo 
Sccr = Vo 




1 dv^ dvf) 


r dd 
1 


^ dr 


dv^ 


rsiad doc 


+ 



dr 





(9-1) 


80 J. is the stress over unit area (r constant), in the direction of 6 increasing; the other 
stresses are defined similarly. 

Resolving along the (x, y, z) axes we have 


S^r = ^rr d COS a -|- COS 6 COB OC- CcA 

Syf. — sin d sin a -h cos 0 sin a + cos a, I- (9*2) 

Sy,y.GOB6-S0y,Bm6, J 


If denotes the total force on the solid sphere in the x direction due to the stresses 

then ^ 27 r 

4 = { 8 ^),^a,^mededcc, (9-3) 

J 0 J 0 


35-3 
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From (9-1), (9-2), (5-43) and (5-46) this becomes 




+ %a‘ 




^4 


.2 + 2<7-^ + ^ 


a 


-?)-]i:r/ 

X'(a)-Z7(a)-|z(«)] 


^0 cos add da 


'TT ^StT / 

Jo I 


sin 6 cos 6 cos a 


9/ • \ 


ddda. (9-4) 


Both integrals on the right-hand side of this equation are zero. Hence it follows that 

S, = 0. (9-5) 

Similarly, it can be shown that 8y = Ss = 0. 

If Ljg, Ly and are the couples due to the surface stresses, we find 

n 2Tr 

{zSfy - y8„) sin 6 ddda 

, 2X(a,^ 


- 


a ^ 


CTT C27T /^f \ 

: iTi^sin^ sina-l-;~cosa cosi9 (9*6) 

JoJo aa / 


since the integral over the angle variables again vanishes. Similarly wo can show 
that Ly = L^^ 0. 

Now consider the forces of type (6). It is convenient to regard the total potential 
i/r as the sum of two potentials and due to the ions in the electrolyte, the 

other due to the surface charge. For the surface charge density cr^ we have 


J_e^ 

47r dr 


(9-7) 


in the electrolyte satisfies Laplace’s equation, and it is easily shown that 




a^dijr^ 
r dr 


, \ 3r® dr 


}■ 


(9-8) 


From (9*7) and (9*8) the total forces and moments acting on the particle due to the 
electrostatic field are easily determined. For example, the force in the x direction is 




sinddddoc. 


(9-9) 


Using (9*7) and (9*8) it is easily verified that the integrals over the angle variables 
vanish. 

Hence = 0. 
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Similarly Ey = 0 . 

The couples on the sphere can also be shown to vanish. We therefore conclude 
that there is no resultant thrust or moment acting on the sphere, and therefore that 
boundary condition (6-4) is valid. 

I am indebted to Imperial Chemical Industries Ltd. for a research grant under 
which this work was carried out. 
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Exact solutions for flow of a perfect gas in a 
two-dimensional Laval nozzle 

By T. M. Cherey 

{Communicated by S. Goldstein, F.B.S.—Received 27 May 1949— 
Revised 10 March 1950) 

A family of exact solutions is found for the problem of steady irrotational isentropic shock- 
free transsonic flow of a perfect gas through a Laval nozzle in two dimensions. The hodograph 
method is used, whereby the position co-ordmates x, y are expressed m terms of the velocity 
variables; the expressions are infinite series m the subsonic part of the flow field, infinite 
mtegrals (analytic contmuations of the senes) m the supersonic part. An mversion is required 
to get the velocity as a function of position, in general, this requires detailed numerical 
calculations, but approximate formulae (62) are found for the neighbourhood of the some point 
on the axis. 


Introduction 


The hodograph method, which has been described by many authors, for example, 
Cherry ( 1947 ), is used, taking the usual independent variables r, proportional to the 
square of the speed, and 6 , the inclination of the velocity vector to the ir-axis. The 
Legendre potential Q satisfies a linear differential equation having solutions of 
the form 




0) 
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where y^(T) is a h 3 rpergeoiiietrio function defined in appendix 1; and from Q the 
position co-ordinates x, y are obtained by differentiation 

xjija = 2tQ, cos I? - Qe sin 6, yr^ja = 2rQ., sin d + Q.g cos 0, (2) 

where a is an arbitrary scale constant. 

It is well known that most specific problems of gas flow, i.e. ones that demand 
a unique solution, are intractable by the hodograph (or any other) method. The most 
that we can usually achieve is the construction of flows that are, somewhat vaguely, 
of a ^prescribed type’, e g. ‘flow past a cylinder’; and what we shall here find are 
flows of the ‘Laval type’, defined as follows; 

(i) The flow is steady, irrotational, isentropic and two-dimensional. 

(ii) There is a straight streamline Ox, which is an axis of symmetry for the flow field. 
On this axis the speed increases steadily with x, being subsonic for x < x^, supersonic for 

X>Xs. 

(iii) The velocity co-ordinates r, d are analytic functions of x, y throughout the field; 
in particular, no shocks are present. 

It is known (Lighthill I947<^) that, when conditions (i) to (iii) are satisfied, there 
is a locus through the axial sonic point 0 (d, d' in figure 1) on which 


d{x,y) 


(3) 


By (iii) J is an analytic function of x, y, and our last prescribed condition is 

(iv) On the locus {d, d'), J = 0, but 3 (t, J)ld{x, t/) #= 0; tins condition is simply that 
we have the ‘most general’ case. 

The essential problem is to find one such flow; once this has been done, it is easy 
to specify a family of them, depending on an unhmited number of adjustable 
parameters. 


1 . General sketch of the investioatxok 

The main steps are: 

I. From conditions (i) to (iv) above, we deduce the character which x, y, and 
thence O, must have as functions of r, d. The leading feature is that, for values of 
r correspondmg to supersonic speeds, Q is three-valued, with two real branch lines 
(§ 2 ). 

II. We guess a series of the form (1), which seems likely to define a function 
O having the necessary character (§§3,7). 

III. We verify that the chosen Q has this character (§§4 to 7). 

IV. Inserting the chosen £2 in (2), we verify that these equations can be solved 
for r, 6 in terms of x, y and that the conditions (i) to (iv) for flow of the Laval type are 
satisfied (§§8,9). 

The deductive part of the investigation lies entirely in III, IV, the steps I, II are 
analysis, telling us where to start the deduction. 

The existence of such a locus is almost evident from the’fact that 6=0 not merely on the 
axis Ox (figure 1) but also on a locus c, c' passmg through 0. 
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In general plan, therefore, the investigation is similar to the solutions which 
Lighthill ( 19476 ) and myself (Cherry 1947 ) have given for the problem of gas flow 
past a cylinder; but the present problem is more difficult. In the cylinder problem, 
the correct guess (step II) was almost obvious from a consideration of the limiting 
case in which the fluid becomes incompressible; but the Laval problem has, from its 
nature, no such hmiting case. The guess was guided by the observation that the 
hypergeometric function Xp{r) in ( 1 ) has very similar properties to the Bessel function 

{vle)-’’r{v + l)S‘'J,{vt), (4) 

provided is a suitably chosen constant and t a suitably chosen function of r. Hence 
we may expect the series ( 1 ) to have similar properties to Kapteyn series 

Now Kapteyn series have been extensively studied. Some of them can be summed 
in closed form, and then it is easy to determine the singularities of the sum function. 
It was found that the very simplest such series 

—00 

defines a function having almost precisely the character desired in Q, and thence the 
hkely guess for O (which was in fact successful) was evident. 

Step III—the verification that the chosen Q has the desired character—^is the 
most intricate part of the investigation. The difficulty is that a series of the form ( 1 ) 
can represent Q only in ranges of r, 0 where it is non-singular, so we require a method 
for obtaining analytic continuations of such series, vahd in new ranges of r, 0, Here 
again the method—^transformation of ( 1 ) into a new series whose individual terms 
submit fairly readily to analytic continuation—^is analogous to the one used in the 
cylinder problem, but not so easy. In the cylinder problem, each individual term of 
the transformed series was an ‘"elementary’ senes; but in the present problem it is 
a Kapteyn series. 


2 . The singxilabities oe the potentiae Q 

The implications of the conditions (i) to (iv), defining a flow of the Laval type, have 
been investigated by LighthiU ( 1947 a). The part of the ccg-plane (physical plane) 
near 0 , the sonic point on the axis, is in one-one correspondence with a three-sheeted 
Riemann surface for r, 0 (hodograph surface), as indicated in figures 1 , 2 . Corre¬ 
sponding domains and curves are here similarly named. ODEF and C'D'E'F' are 
non-axial streamlines; the curves a, a' are the some locus r = c, c' are the non- 
axial part of the locus 6 — 0; b,d' are characteristics 0 = and 6 ', d are char¬ 
acteristics 0 == — Ci>(T), where 


o)(^t) — Tg ^ arc tan 


a/i—^ 



(r^ gives the sonic speed, and is defined in (7) below.) The Jacobian J, equation (3), 
vanishes on d and d', but not on 6 , 6 '. 
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Let (Xq, yo) he a point on d or d', with corresponding values Tq, 6q. By condition (iii)^ 
t-Tq, O-Bq and J are power series in x-Xq, y-Vo vanishing with these 
arguments, and by condition (iv) we can solve for x — Xq, y — y^ in powers of r — 

x — Xq — Pi{t — Tq,J), — ('^) 




Figure 2. Hodograph surface (r-axis horizontal, ^-axis vertical). 


Thence 6 —similar series: 

= P(t —Tq, «/); 


( 6 ) 


and here 


p _ ^{r,e) fd{r,j) __ /9(r, J) 

^ 9(x,^)/3(a:,2/) / d{x,y)’ 


where by condition (iv) the denominator is non-zero for t = Tq,J = 0. So (6) must 

have the form „ a m a\ , T^r\, t\ 

(9-6>o = P{t-Tq, 0) + J^Q{t-Tq,J), 


with Q{0,0 )4=0; we can solve for Jin powers ofr—r^and ■\j{d-da—P{T — TQ, 0)}, and 
the radical must be ^{6 + a) on characteristic d, ^{d — (o) on characteristic d'. 

Substituting for J in (5), x, y become power series in t-To and ^{6 ± w); and by 
(2) Q must be a si mil ar series, except that the lowest odd power of the radical must 
be {d±C!))^. 
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The characterization of O is therefore as follows: 

(A) For a fixed supersonic r let Q. be regarded as a function of the complex variable 0, 
Then at any point of the locus d, where 6 = —(o(r), Q. has a simple branch point; both 
branches are real when d-\-(D{r) is real positive^ and one of them specifies O in region III, 
the other in region IF. There are similar statements for the neighbourhood of the branch 
line d', where 6 = a)(T). 

(B) At any point not on the branch lines d, d', H is a regular function of r, 6; in 
particular, this is so on the characteristics b, b', where again 6 = ± 0 ){t). 

(C) The equations (2) are to be soluble for r, 6 as regular functions of x,y satisfying 
conditions (i) to (iv) o/ §1. 


3, The Bessel exjnctioh analogy, eundamental formulae 

It has been explained in § 1 that the key for all that is to follow lies in an analogy 
between the hypergeometric function Xj^(r) and the Bessel function (4). There is, 
indeed, more than an analogy, the one function may be expressed in terms of the 
other, as follows: 


Theorem.*^ Let /i, a, 8, be constants depending on the adiabatic index y of the gas, 
as follows: 

Let t be determined as a function of r by 


^(^2 —i)~arctan 1) = a){r) =Ty^arctan —arc tan " ■, 

and let Q = Q{t) == .- . 

Then for 0 < r < 1 and all complex p ivith — tt ^ arg 


i^hYXpir) 


= e(T) + s 


Mr) 




(7) 


( 8 ) 

(9) 

( 10 ) 


where the summation is over the zeroes pc = pc{r) of {pile)~^f^{pct), andff(r) depends on 
pc, r but not on v. 

Note 1. If we multiply both sides of (10) by they become single-valued 

throughout the v-plane and throughout the r-plane cut from r = 1 to -f oo; and in this 
form the theorem is true for all complex v, r. For present purposes, however, the 
form (10) is what is directly required. 

Note 2. In (8) it is understood that principal values of the roots and inverse 
tangents are taken for r > and t>l; then as r increases from to 1, ^ increases from 
1 to a finite value t-j^. For any complex r which is not on the cuts (1, + oo) or (0, — oo) 
t is thence determinate by analytic continuation, there being no singularity at 
T = Tg. For T near there is a regular development 


^~1 = 




2Ts(1-Ts)^ 


+ 0{T-Tgf. 


* For proof, see appendix 2. 


(11) 
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For r near 0, tj is regular: 2/(e5) + 0 (t). 

Figure 3 shows the graph of (8) in the case where y = 1*4:. 

By (9) and (11) Q is regular near r = ^ = 1, its value at this point being 

( 12 ) 

Note 3. For 0 < r < all the zeroes are real negative, the large ones being a little 
greater than the negative integers —n. For r = this remains true, except that the 
large zeros are now aj)proximately. For rg<T<l the zeros are all real; 

there is a positive set 

/i = = (n-i)7rla) + Oilln), giving f^Jr) = Oil/fi), (13a) 

and a negative set 

= -(^-i)7r/(7r + a;) + 0(l/^), giving 4/(r) = + (136) 

(The order of magnitude of f^^{T) in the case 0 < r ^ is given in appendix 2; we shall 
not need to use the theorem in this case.) 

t 

2 

1* 


1 

0 


0 0-1 0-2 0*3 0 4 0 5r 

Figube 3. The t, r relation. 



If in (10) we replace v by and use J_y{ze^^) = e”^^V_y(z), we obtain 


fi, 


I fA 


r(v)sinv7rx-,(T) _ | 4 | 

nS-^ivjer . ( 14 ) 

Let v->n, a, positive integer. Here X-vi'^) a pole at which its residue is 
where is a positive constant defined in appendix 1, so we obtain 

From (10) and (15) there follows 


0 ^«r(n+l) 1 (nje)^ 


Q|i + S cos n6 

( 1 CO /£x—%nd fdnd 

-+ i:Jnint)\- -+ —)' 

= QK{t,e)-j:f^L^(t,d), say, 

provided the rearrangement of the double series on the right is legitimate. 
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In (16), we have chosen the series on the left so as to secure for the coefficient of 
Q, on the right, a well-known Kapteyn series; when 0 < t < 1 and d is real its sum is 

00 

K{t,6) = 1 + 2 = 1/(1 —j5cos^)3 (17) 

where <j) is the unique real root of 

(p — tsint^ — d, (18) 

If, now, t, 6 vary continuously in any manner, the root ^ of (18) varies continuously 
in a manner which is in general determmate, and the expression on the right of (17) 
gives the analytic continuation of the function K(t, d); the determinateness breaks 
down only when (p becomes a multiple root of (18), and when t, 6 are such that this 
occurs Q ) has a branch point. This branch condition is ^ = sec p), and hence 

0= ±{arctan^(^2—1) —^(^2—1)} = +w(t), by (8). (19) 

A complete view of what happens for all real t, d is obtained when we note that (18) 
sets up one-one correspondence between the i^-plane and a three-sheeted Riemann 
surface for t, 6, for which (19) gives the branch lines; so this surface is precisely that 
shown in figure 2. The i^-plane, with the loci and domains corresponding to those of 
figure 2 or figure 1; is shown in figure 4. 



Figxjbe 4. The ^^^-plan© (i-axis horizontal, p-Sbxis vertical). 

Hence, since K{t, 6) is a single-valued function of t, (p, it has, as regards t, 6, just 
the sort of triple-valuedness which we want in according to conditions (A), (B) at 
the end of § 2. The only discrepancy is that K is infinite on the branch lines, whereas 
we require O to be finite, but integration with respect to d will cure that (see §7), 

The suggestion therefore is that the left-hand side of (16) may (after integration) 
give the solution Q which we are seeking. We shall prove this by finding the appro¬ 
priate analytic continuations of the Kapteyn series on the right of (16). We shall 
work with the variables t, 6 (not t, ^),* using the standard method of deriving a chain 
of expressions such that (i) each represents an analytic function in some domain, 
(ii) the domains associated with two successive expressions of the chain overlap, 

* The ultimate justification for abandoning p lies m the compact final formulae of §§ 6, 7. 



558 


T. M. Cherry 

(iii) these two expressions are equal throughout the region of overlap. Though our 
ultimate interest is only in real t, 6, the theory requires that they be allowed to vary, 
independently, in strips containing the real axes in their respective complex planes. 
The ‘domains’ just spoken of are then four-dimensional, but for the truth of (iii) 
it is sufficient that the expressions be equal on the real two-dimensional region, 
contained in the four-dimensional overlap, given by t < ig, < 0 < 6 ^ 2 . 

The following properties of Bessel functions wiU be required: 

(i) J^z) = + e—(.)}. (20) 

(ii) = -Hf{z), = ~Hf^{z). ( 21 ) 

(id) For uniformly for Blt'^0 with 1 1 1 bounded from 0 and co, 

J,{vt) = l + Oivlogv), H^ivt) = 0{logv) (f=l,2). (22) 

(iv) Behaviour for oo. The following inequalities, valid actually for all 1|, will 
be sufficient; as regards the regions of figure 5, all that matters is that they 

contain the mdicated segments of the real ^-axis. 

(а) For I arg v | ^ Jtt and t in the region of figime 5, 

(23) 

where u = arctanh ^J(1 — t^) — sj(l — f^) = i 0 , Rlu>0j and A is an absolute constant. 

( б ) For -- Jtt < arg and t in the region Dg of figure 5, 

I I ^I I, (24) 

where co is defined in terms of t by ( 8 ), and R 1 > 0 . 

(c) For — 77 < arg v < -| 7 t and t in Dg, 

I Hf\vt) I ^ .4 I I. (25) 

{d) For real ^ > 1, (24) and (25) are valid for | arg | ^ tt. 

(e) For j argvj <1-71, 

i I (m -^0 as 1 ); (26) 

this provides for values of t near 1 which are not in or Dg. 


4. Analytic continuation of K { t , 6 ) 

(i) We start with the function defined, for real 6 and 0 < < 1,=^ by 

K = K{t, d) = 1 + 2 S oos nd = Ki, 

1 

the symbol K will be used for any continuation of the function, and Kj, Zjx, etc., for 
continuations vahd in regions I, II, etc. By (23) the series converges uniformly when 
^ is in Di (figure 5), but not in a strip bordering its upper and lower boundaries, and 
at the same time j Im(9 j is less then some positive bound; so K{t, 6) is an analytic 
function of the two variables. 

* The statement of this inequality implies that t is to be real; and similarly m other cases 
below. 
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(ii) Now for 0 < i ^ 1 and Q <6 <2n we have, by (23), 


00 


1 


1 r(l+) Qiv(.7r~6) 

2i J 00 sinvn 

I ^ — CX31 ^^v{7T—6) 

2i J ooi sin PTT 


J^{vt)dv 

dv, 


(27) 


where the path crosses the real axis between p = 0 and p = 1, And for any t near 1, by 
(26), the last integral converges uniformly provided | | + El5^277 — 1| —e. 

Hence this mtegrargives a continuation of the series on the left, for t in any neigh¬ 
bourhood I i — 11 < f and 6^ in a strip 7j{r) < El<9 < 277 — i/(f), where 7/(r) -> 0 as 7 -> 0. 

Also, appealing to (24), (25), we can for f ^ 1 and (i)(t) <6<2n — reconvert the 
integral on the right of (27) into the series on the left, so the series continues to 
represent the same function as t increases through 1, provided 6 is restricted as 
stated. 



Figuee 5. iJ-plane. 


Moreover, for t ^ I and ctx (9 < 277 — oi, we can, by (iv) {d) at the end of §3, rotate 
the two ends of the path of integration until they lie along the rays arg i; = ± 77 , 
avoiding the points = 0, — 1, — 2, ..by indentations. Using residues to find the 
contributions from the indentations ((22)^ being relevant in the case of ==: 0), 
we obtain 


00 


1 


2i J a, sin A 77 




1 p 

2i Jo sinA tt 





_ 1 _ 2 jjnf) e’«». 


1 


(28) 


where at the laslistep ( 21 ) 3 _ has been used. 

00 

There are similar results regarding the analytic continuation of 2 

1 

combining the two: the function K can be continued through 

\t—l\<r, 7/(r) <R1(9<277 —7/(r), 

and for t^l and axd <27T — a), Us continuMion is 

Kji = l-\'2'^J^fnt)ciOBnd = f J__^{vt)e'^^^^-^^dv — j (29) 

1 Jo jo 


* The two inequalities for 6 are consistent when t is not too much greater than 1, and, 
mdeed, we can prove from (8) that they are consistent for all r m Ts<r<\, smce then 

0<O<77. 
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(iii) We consider now the continuation of the integral on the right of (29). It will 
simplify the exposition to suppose t fixed at a real value greater than 1 ; the modifica¬ 
tions needed to cover the case where t can range over (figure 5) are essentially 
trivial. 

Splitting J„j, in accordance with ( 20)2 we have 




(30) 


by ( 22 ) both the integrals on the right converge at r = 0 , uniformly as to 6, By (24), 
= 0 (v~^e ^’^^^+^^)5 so if 6 + (jj is real jpos%tive we have 


»oo 1*00 e*“ 

(vt) e*"® dp = (vt) dp, 

JO Jo 


for any a between 0 , tt inclusive Here the integral on the right represents an analytic 
function of i9 in the half-plane — a < arg (d + co) <7r~(x; and as cc increases from 0 to 
TT this half-plane rotates clockwise about the pivot 6 — —o), from an initial position 
which is the upper half-plane Im (9 > 0 to a final position which is the lower half-plane 
Im< 9 < 0 . 

Similarly, Hf\pt)e-^^’”'+^'’Hp = Hf\pt)Q-^'^'’^+''''Hp, 

where we can take 0 < os ^ tt provided 27r -j- a> ~ ^ is real and positive; and the right- 
hand integral is (as a function of 6) analytic in a half-plane which swings anti¬ 
clockwise, about the point 0 = 27r-f-a> as pivot, from the upper half-plane as initial 
position to the lower half-plane as final position. 


Hence 


J_pt)e-^'<'"-^Hp, = Kjxi say, 


(31) 


which ostensibly defines a function of 6 regular in the upper half-plane, actually 
gives a function which can be continued across the segment — ax 0 < 27r + (i) into the 
lower half-plane; and here it is represented by 


I p 

2J0 


H'}\pt)^'‘Hv+ 


] foo 

IJo 


~%%V7T-\-%Vd 


0 


e«) dX-^ dX 


= f^J_Avt)e^^-^dp = 


(32) 


At the last step we have used ( 21)3 3 and ( 20 ) 3 ; and the notation is justified 

on account of the regularity in —ox6^0), Incidentally, we have verified the last 
equality in (29). 

(iv) Consider now the continuation of Km from the upper half-plane across the 
ray 6< —o. We obtain it by rotating the paths, for both the integrals on the right of 
(30), into the position argi^ = — tt. This gives 

K=^ [ dv = - ( J^{Xt dX 

Jo Jo 
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by (21)^. The expressions /{"ly, /{"nx will be shown in §7 to be unequal; we must 
therefore describe K^y as the continuation of K into a half-plane tt < arg (6^ -h o)) < 277 
distinct (in the Eiemann-surface sense) from the half-plane — 77 < arg (<9 + 6>) < 0 in 
which K = ^ixx. 

Similarly, the continuation of Kjn across the ray 6< —O) into 

-“277<arg(0 + a>)< —77 

is —J J^{vt) dv ^ Kjy. (34) 

Now by (20)x, 

where by (24), (25) the respective integrands are of orders p-iQ~-tv( 0 + 0 )^ 

Hence if —axd < 0 ), we can rotate the paths to the rays arg v = 77 , —tt respectively, 
which gives the continuation of Kjy across this segment as 

I r (Me”^) c?A + i f” (Aie-’'*) t?A = - T J,(vt) dv = K{y, by (34). 

^Jo ^Jo jo 

Hence the continuation of J?xii( = either sense round 6 = —o) leads to the 

same new branch Kiy{ = K'jy), and K has a simple branch point aid = —o). 

(v) From the form of (33), (34) it is seen that Kiy, K{y must have the same sort 
of behaviour round 6^ = a) as round 6 — —co, K (continued from Kiy or Zjy) has 
a simple branch point at ^ = a>, and the second branch for the neighbourhood of this 

point is r® 

Zy= J_,{vt)&-*<”+0)dv=\ J_,(vt)e-^^^^+^Uv = K'y. (36) 

Jo Jo 

Finally, Ky is regular in region VI as well as V; it can be continued thence into I; 
and in VI, I it is represented by the original series Ki, 


5. Akalytic coktikuation of L^(t, d) [equation (16a)] 

The procedure is exactly as in §4, and it will be sufficient to make a few remarks 
and to give the formulae. 

(i) The case that ultimately concerns us is the one where p is a zero of Jf^pt)] but 
it is convenient to suppose at first that is not real; for definiteness, Im/^ > 0. 

(ii) The key formula is the analogue of (28): 

1 n—pt sinpcTT 2i Jooe’^* (p—ju)sin7/7r 

__1 ” J„ (nt) f” J-v{vt) dv 

n+/i Jo v+J^ ’ 

which is valid for ^ > 1 and oi < 0 < 277 — 61 . This shows that if we are to obtain con¬ 
tinuation formulae resembling those of §4 we must start with the series 


^ 0 + ^ "^1 


= L^j — L^xiJ 


(36) 
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and not, say, with either half of it separately, and it gives the formula 


L, 


Vii 


-I 


’ J_^{vt) dv TrJJjiit) ^ 

- , ^---- 


V-^jl 


Sin/i77 


( 37 ) 


(iii) For the integral in (37), the rotation of the path of integration in the lower 
half-plane will give a passage across the pole v ~ Hence we get terms in the 
formulae for etc., which have no counterparts in those for ICm, etc. 

(iv) The proof that has a simple branch point at 6^ = —(i) is just like that of 
§4. The formulae which give it in the four half-planes which make up the Riemann 
surface for this neighbourhood are (37), together with 






w = - J, 


0 

J^{vt) dv 

0 V-jl 

V + Jil 


— 2m JSpd) + 


- 7riH^f{/it) e~^^^ -I- 


Sm /ITT 

7TJ^,{fLt) 

sin /ITT ’ 
sin jjirn 


(38) 


(v) Now let /Jb become a zero of Jfi/Jbt), as required for (16). In the formulae for 
jX^ih, the terms in vanish and the integrands remain proper. But the 
formulae for X^^uv simplify in this way, and we shall not subsequently 

use them. 


6. Analytic contintjation of d) 

We define this function in region I by the expression on the left of (16): 


Q(0) ^ = 5 


0 


{nlerxn{r)e-^^^ 

S^^r{n-hl) {nley^ 


Working at present formally, (16) gives 


(39) 


/« 

and the continuations of through regions II, III,... are found by substituting 
for X, the appropriate continuations. Thus Ojf is given by the series (39), while 
in region III 


OfSi=G^ni-2/Am 






■ u , j [ 

/I J c 




= J e-^C-®) {<2 - S4/(v+ fi)} dv 


P + jlC 


(40) 
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by (14) Similarly, in region IV we find, on use of (10), 


and 








/»cx) 

-J^ JAvt)e-^''0{Q + ^fJ(v-p)}dv 

-j: 


r 

j < 


0 5T(p+l) ’ 

T{v) sin VTT X-vi'^) dv 


7r{pleY 


(42) 

(43) 


Further, since K, have 0 = — o) as a simple branch point, it follows that 
has a simple branch point, provided the series converges uniformly for 

0 near — o). 

Note. These formulae for may be estabhshed in the same way as we got the 
corresponding formulae for K in §4. But there appear to be no formulae for of 
corresponding simplicity to those for and and to prove that has 
a simple branch point at 0 = — a>, it seems essential to proceed via the Kapteyn 
series."^ 

Justification. It is necessary (i) to justify the inversion of order of double sum¬ 
mation (as in (16)) and summation and integration (as in (40)); (ii) to prove that the 
series remains uniformly convergent during the continuous variation of {t, 6) 

involved in the passage through the various regions. 

As just noted, we can directly establish that the series (39) represents in region 

II. Hence, so far as concerns the justifications (i) and (ii), it is sufficient to suppose 

1 . 

Regarding (i), it will be sufficiently typical to examine the passage from (40) to 
(41). This is justified provided 


J-Avt)e- 


~lv(jr—0) 




dv 


(44) 


exists. Consider a term for which = —/^' is large negative. Then from ( 20 ) 2 , (24), 
(25), and since J_^r{p't) = 0, 


"•a 

J 0 


J-v{vt) e- 


~iv(jr—6) 


v — pc 


p'-i 2Adv r°° 2Adv 

^ J 0 -1') J ^’+1 v^v -/) "^ J f,'-l 


v—p' 


dv. 


The first two integrals on the right may be directly evaluated, and thereby proved 
to be 0(/^'”'^ log/^'). The third is less than twice the greatest value in {pc' — 1, /J + 1) of 


dv 




To carry through on the lines of §4 we should need to use decompositions of Xv^ X-v 
analogous to Jj, = Such decompositions exist, but the components are not 

completely analogous to ; they have branch points and poles which greatly complicate 

the manipulations. 


Vol. 203. A. 
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■which is easily proved* to be Similarly, a term in (44) for which ^ is large 

positive is proved to be so the series (44) is dominated by 

141 +A'^/i'-nog/i' \u- 1 , 

where runs through the positive zeros of and —fi' through the negative 
zeros. By (13) this is a convergent series. 

Regarding (ii)—the uniform convergence of as t, 6 vary during the con¬ 

tinuation process—the essential point is that the cases m which v, t, Q are real (of 
which a specimen has just been handled) are the least favourable ones; in general, the 
integrals that occur converge with exponential rapidity. 


7. DERIVATIOrT OF SOLITTIOITS ... 

The fact that ig infinite on the branch lines <9 = ± is easily verified from (16), 
(17); we find, for instance, for 6 near —o), 


K 




-i 


III 




II 


2l(a>-i-6')^ 
(l-T)l- 


4 - 0 ( 1 ), 


if IV — 


2^(ct)4-<9)^ 


4-0(1), 


f^iv — 


2^(T/T3~l)t(e)4-^)^ 

( 1 — 


+ 0 ( 1 ), 

4 - 0 ( 1 ). 


(45) 


2i(TlT,-l)i(0) + df 

We proceed therefore to obtain new solutions by integrating any number of times 

with respect to d. 

Two points here need watching: (i) Formal ^-integration of (41) would lead to an 
integral divergent at v = 0, so we must first convert this to a form in which the ])ath 
is detached from v = Q. (ii) We must verify that the integrated forms chosen in the 
several regions are continuations of each other, and do not differ by ‘ constants of 
integration ’ which here of course might be functions of r. 

The appropriate preliminary transformations of (41), (42) are 

, T{n )1 

J OC 




in = 


1+E 

1 


= i + S 


(nle)^ 
(?^/e)^y„(r)e-"^^ 


-TTi (J^r(i/-h l)sin w 
r(0+) {vjeYXui'^) ^ 


(46) 


1 ^^r(n4-l) (JT(i^ 4-l)sinj/7r 


in (46), arg v runs from ~ 77 to tt, while in (47) it runs from 
upper part of the path {vjey is not the principal value. 

We now define 

^ r{n) Xn ('^) 1 i^l^YXviT-) dV 

Y (iny(nley^ 

(7i/e)«y„(T)e-»’^ _ 

2' 


(47) 

277 to 0, SO that on the 




in 


Or^ = 2:; 


-m)’'<y«r(n+i) 


1 r(o+) 

J 00 


'd^r(r4- l)sin 

{pley 

-^^( — ivyS^r{v+ l)sin vtt' 


(48) 


(49) 


* Cauchy’s integral gives \dJ_j,/8y\ less than the greatest value of 2|J'_y(ri)| on the 
circle I r—/4'| = 2; and by (24), (25) this is less than 

44(/i' —2)-i 
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To prove that lohen continued round 6 = —(v, has a simple branch point. Since 
^ni ^ <9-integral of 1, it can be continued along any path where is 

regular; and since two circuits of d round —o) restore the original determination of 
l^hey must lead back to its original determination plus a constant 0 
given by 

c = J(D(»)-1)(Z6I 

round a curve which closes after two circuits. From (45) we can contract this double 
circuit on to the point d = —o), giving (7 = 0. Hence 0^0 has a simple branch point, 
and by repeating the argument we prove the same for 

To prove that Q.% is the second branch of Ofl^. By (10), (24), (25) the integrand in 
(48) is of order the upper half-plane, so for 0 ^ 277 — ci we can rotate 

the upper part of the path until it lies just below the positive half of the real axis. 
This gives 

Q(') I ^ (n/e)^Y»(T)e-»^'’ 

" Y (^?^)'(w/e)'*' Y 1) 

2iJ _co-.xc(— ^^)^^''r(i'+ l)sinVTT* 

Similarly, the integrand of (49) is, in the upper half-|)lane,* of order p~^ Q~ivio+o))^ 

6 ^ — CO we can rotate the upper part of the path until it lies just below the negative 
half of the real axis. This yields exactly the form on the right of (50), so 
for 6 ^— 0 ), and must be the second branch of 

A formula resembling (48) for region V is easily established. Also for co^O ^'Itt — CjO, 
i.e. in region TI, tlie integral in (50) is zero, since the path can be moved off to — ioo, 
and this gives 

0 (r) _ (_ V nn)S^'h„x„ir )o''"" . “ f*5n 

“ “-I -- (^inYlnjcy^ '^t‘{-mYd"r{n+iy '' ’ 

The formulae (48), (49) can be put in ‘ real ’ forms resembling (41), (42) by reducing 
the path to the real axis and evaluating the contribution from the indentation round 
V = 0, which is not now zero. For example, 

1 r r® (We)’’ Y„(T)e~^'''’di' 1 ,, , . , , „ 

■ ;“LJ, ^fT(v+I) --+iIogV + »logr-i>,> 

+ (log r + in) {Ci +/i - log (^e) -i{n + 0 )} - |(zr + 6 )'^ + \ log^ (Se) 

-\-i{n + 0) log (iJe) — (Ci+/i) {^(Tr + ^) + log (iJe)} + C 2 +/ 2 j, (49 a) 

where the c,^, fj. are defined by the expansions, for v~ 0, 

l/r(p+l) = 1 + Cj^v + C^v^+..., XpiT) = '^ + vMt) + v%{t) + .... 

* Not© that, before w© can apply (10), w© have to put 


36-2 
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8. The euhbamehtal physical solution 

We define this solution, P say, as minus the real part of and shall prove that 
it satisfies the conditions laid down in § 1 for flow of the Laval type. Thus from (51) 




II — Pyx 


“ |r(w) {njeY' ^ ;\;jT)cosra6i 


From (49 a) we can pass to a formula for Av? which, however, we shall not need in 
the foUowmg discussion; and there are similar formulae for Pm, Py. 

The formulae for x, y are obtained from (2) by putting Ql = P. Writing 

X = 2t^P,, Y^r-^Pg, (53) 

we have xja = Xcosd—Ysxad, yja = Xsind + Ycos6. (54) 

It is convenient to discuss X, Y in part from (53) and in part from (55) to (58) below. 
From (52), (53) and (39), we have in region I 

Yg = r-iPgg = - j-^im Q® -1}, (55) 




Also from (52), (53) 

and since (see (67), appendix 1) 



{n/e)^ ] 

t^xL(t) eosra^ 

\ (We)” 

<J»>r(ii4- 1)J 

^2 




g{r^XL{r)} = 

we get X, = ±^{Rm(o)- 1 -riX}. 

By analytic continuation, (55), (56), (58) must be valid in all the regions. 




Verification of the Laval conditions 

(i) In regions I, IV, P is an even function of so 0 = 0 gives F = 0 and thence, 
by (54), ^ = 0. Hence the ir-axis is a straight streamline, and the symmetry of the 
flow-field about it is verified. 

(ii) We are to verify that, on the axis, the speed increases steadily with x, i.e. that 
X increases with r, at least in a range surrounding For r < this follows from (57), 
since then (appendix 1) each term r^x'rfj) increases with r (except for = 1, when 
it is constant). 

To discuss what happens for r ^ we appeal to (58), where for 0 - 0, X becomes 
xja. Here ^ QK-Lf by §6, is uniformly 0(1), and by (17), 

X = (1 — 1)~^ for 6 — 0. Hence for r near r^, 

5 = 2 f f(iZT) + 0{x(l- t/t,)}. 
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where by (11) (1 —r/Tg)/(l — ^) remains regular and positive as r passes through 
Hence it follows that x and remain regular and positive in some range 0 < r < 
where > r^. (It seems likely that (1 — r/r,,) HI is positive throughout < r < 1, 
and if this is so also is positive throughout this range; to r = 1 corresponds, of 
course, the cavitation or hmiting speed of the gas flow.) 

(iii) Regarding the solution of (54) for r,d in terms of x,y, we obtain on the 

= ^ ld{x,y) 2t(1-t)Z2 


ad{T, 6) 


= Z,(Z+ r,) = 




where the second equality follows from (55), (58). Hence the proposed solution may 
be made, uniquely, in a strip bordering the axis 0 = 0 in region I, whose breadth 
tends to zero as r approaches r^; and similarly in region IV up to the value (if any) 
at which x^ vanishes. The same thing is estabhshed for the neighbourhood of the 
critical point r = r^, 0 = 0 as follows: 

In place of the variables r, 6 we use /, ^ defined by (8) and (18); then the whole 
neighbourhood of the critical point is represented on a single-sheeted st^-plane 
(figure 4), so X, Y are single-valued functions of and the same formulae will 
serve for all the regions I to VI. Further, we obtain significant approximations from 
(55), (56), (58) by replacing R1 by its principal part QK = Q/( 1 — i cos (j )); and we 
keep only the leading terms, so that, for example, we replace Q by its value at tlie 
critical point given by (12). Thus (55) gives 


Thence from (56) 


= 


sin ^ 


X = ^ =_ 

^ \ ^drj^di t|( 1—T,j)^ l~/5cos^* 


from (11), (18); 


from (58) 
and thence 






l-t 


dX = Xflt + Xffdd = Xflt + XQ{{l — tGO^(j))d<j) — Bm(j)dt} 


f2(l---i^)-fsin^$^ 


dt 


rt(l-rJM l“^cos$i 
Here, to leading order, 

2 (1 — ^) + sin^ (p l — + sin^ p 


— sin^<i^|. 


1 — t cos p 

so the integration gives 

X-X 


1 —/cos p 

Q. 


= l + ^cos$5 = 2, 




Let ^ — 1 be restricted to be 0[(]>^). Tben 


(69) 


(60) 


(61) 
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and (54) give, to leading order, 

{x-x,)la = (Z-ZJ + 0(7(9) + 0(^i2) = X-X, = 0(^^), 
yla = Y + 0id) + 0{Yd^) = 7 = 


Thus the solution of (59), (60) is 

J 1 - ^ 

2t 3(1—rji -ki^Q 

ft _ 

aQj[l2a^Q% 


-2 2/' + 


2aQ^ 


[x-x^), 


if + 


2aQ^ 


(x-x^) 


(62) 


Hence t and 6 are regular functions of x, y near the critical point, as desired. 

This completes the verification that the solution P specifies a flow of the Laval 
type.* Writing <7 = 2aTyt(l-T5)^Qs = the approximate equations 

of the loci in figure 1 are: 

The sonic line aa': t = \. = —C{x—Xg). 

cc': 0=0: y'^ =-ZC{x-x^). 

The branch line dd': i — 1 = \(IP: y'^ = 0(x — x^). 

The characteristic 66': =—2^j2^{t—l): y^ =—2C{x—x^). 


9. Other physical solutions 
A flow of Laval type is specified by the more general solution 

£i = P + S ^vX^(r) cos vO, (63) 

V 

where the added series is either finite, or infinite with Ti\A^v^Xv('^) I ^i-niformly 
convergent; for the added series gives negligible contributions to the values of and 
d{x, y)ld{T, 6} near the critical point, e.g. their contribution to is zero at the critical 
point. There is here no restriction that v be integral or even positive. By suitably 
choosing the we can clearly adjust the velocity distribution on the axis. 

The solutions 

Pg = Im 0(3), P^ = m 0(4), Pg = Im 0(5), ... 

have the correct symmetry and triple-valuedness (as functions of r, 6) for a Laval- 
type flow, but each of them appears to give x^ with a simple zero at the critical point; 
but a combination such that had a double zero at the critical point might be of 
interest. The solution ^ 

3 

will, of course, be of Laval type if the series is convergent with sufficient rapidity. 
* The verification of condition (iv) of § 1 is trivial. 
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Appendix 1 

Xfr) is that solution of the differential equation 

(r ~ 13^) (2 t( 1-t) ~ 4^2) 

whose ratio to has the limit 1 as t-> 0 There is one such solution provided p is not 
a negative integer, viz. 

XAr) - r^^Fia^Al v+1,t) = ri^(l + ...), (65) 


where a,, + 6^ = + /?, — — ^j3p(v — 1 ). As a function of p, Xvi'^) simple poles at 

the negative integers p — —n, with residues where (Cherry 1947 , §3) 


n\{n—l)\ 

From (64) we derive 


dr^ 2Ti(l 




and from (65) 


±(v^\ ^ f TX'v 

dr\Xvl 4t(1-t) 1-tx. r\x,/’ 

^TX'vtXy = v + 0{t), for r ~ 0. 


( 66 ) 

(67) 

( 68 ) 

(69) 


To prove that^ i/ v > 1, r^Xv i'^oreases as r increases from 0 to r^. 

By (65) and (69), Xv begins increavsing from 0 , and 2txIIXv begins at a value, p, less 
than so by (67), r^xl begins increasing, and first becomes stationary when r = 
or when 2tXvIXv = "^^be latter case, ( 68 ) gives 


i/l2LA 

dT\Xy) 


4r ' 


so that 2rxllXv ^^st decrease through the value p^, and since it started at a value less 
than p'^, it cannot take the value p"^ until after Xv bas vanished. But Xv cannot vanish 
before and xl cannot vanish before r^Xv b^^^s stopped increasing. Hence t^x!v 
stops increasing at r^; the order of events is (i) r reaches (ii) x!v becomes negative, 
(hi) Xv becomes negative, (iv) 2>tXvIXv decreases through p^, and t^Xv becomes 
stationary for the second time. 


AnPEKBix 2. Pabtial fractiok sbbies of Bessel type 
Let A^{z) be defined by 

SO that A^{z) is single-valued in both z and p. As regards z it is even, and equal to 
14- 0{z^) for 2 ;^ 0; as regards p it has poles a,tp==—l, — 2, 
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From Debye’s asymptotic formulae for Jy{vt )—there are a number of cases, 
according to the values of t and arg v —^we can deduce formulae for A^{vt ); for example, 
if i is real and greater than 1 , and j arg r | < — e, 

A„(vi) = {cos(i'w-|7r)(l + 0 (v- 2 )) + 0(v-^sin(i'(y-|7r))], (71) 

where o) = ^J{t^-l)-d,Tcta,n Now for T 3 <t <1 and | arg | :^tt- e there is 

a similar formula for the hypergeometric function that occurs in (65). 


v+ 1 ; t) = {cos {v(o' -in) {1 +0(v-^)) + 0iv-^sin {vco' -In))}, 

(72) 


where 


(£> 


= rr^ arctan 


'T — T. /t/Ts—I 

-- - — arc tan / -. 

1-T a/ 1-r 


By relating to r as in ( 8 ) we make o)' — o), and obtain 


F{a^,b,; v+l;r) 




(73) 


provided v is excluded from neighbourhoods of the zeroes of Aj,{vt); all that matters 
about these neighbourhoods is that their radii are small compared with the distance 
between neighbouring zeros. 

By taking the analogues of (71), (72) for other values of r and arg v we find the 
same result (73) in ail cases, provided r is not on ( 1 , -}- oo). Of course, this treatment 
does not prove that the error term in (73) is uniformly 0(v~^^) for r near r^; but this is 
true (see Cherry 1950 ), and the result is checked by the regularity of the factor 

{(«2_l)/(r/T,-l)}i. 

For shortness let (73) be written 


FAr) 

S’-A^ivt) 


qIi-^o 


The function on the left (for t fixed) is single-valued in v, with simple poles at the 
zeros of A^{vf); the poles of FJ,(t) at v = —1, -2,... are cancelled by those of 
A„(v<). Then 


J_r 


27Ti J c S^A^{zt) {z — v) 




provided the large circle G avoids the zeros of A^{zt). Evaluating the integral on the 
left by residues, and letting the radius of D-^oo we obtain 

where /i = fi{f) is the typical zero of A^{fit). This is equivalent to the form ( 10 ) given 
in §3, with 

4 ( t ) = 8-f‘F^{T) I ^A^ifit). ( 75 ) 

The proof ensures the convergence of the series in ( 74 ), the mechanism of the 
convergence is that the large zeros of A^{i4) are near to zeros of F„(t), so that in 
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(75) F^{t) is small when /i is large The actual estimation of/^(T) involves detailed 
work with asymptotic formulae which will not be given here. The results for < r < 1 
are given in (13). For 0 < t < the mth zero is approximately 

/J'=Fn = -‘>^ + e-2«“/277-, (76) 

where u = arc tanh -1^) - f(l - 1^), and here 

fm (^) = 0(e-2’^». 

These estimates are not uniform up to t = but they are not far out. For r = 

/i.^ = -n+l (approximately) and/^,^(T,.) = 0(n-i}, whereas (76) suggests 

= -n+{ 27 r}~^. 
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The propagation of spherical blast 

By G. B. WiiiTJiAM, Department of Mathematics, The University, Manchester 

{Communicated by S. Goldstein, F.R.S.—Received 11 January 1950— 
Revised 29 June 1950) 


The aiionxjatuin of spherical shocks at large distances from the ongm is investigated mathe¬ 
matically. To do this a general theory is developed of spherical wave motion at large distances, 
whore the linearized approximations of the theory of sound are valueless owing to the 
divergence of the characteristics at infinity. In the case of disturbances small from the outset, 
this general theory is used to modify the linearized approximation to give a theory which is 
uniformly valid at all distances from the ongm. The equation of the shock is 

^=r — 6 log^ ?* “ 61 — 62 log“i r +0 (log“^ r), 

where r is the distance from the ongm at time measured m multiples of some characteristic 
length, is the velocity of sound m the undisturbed air and 6, 61, 62 9*^0 arbitrary constants, of 
which 6 is readily calculated on the assumption of small disturbances. If a second shock is 
produced, the pressure at a point between the shocks falls approximately linearly with time 
at a rate ^^27/(7 4 - 1 )} log”¥ atm./sec. 

For a weak exiilosion, the modified linear theory is used to shpw that bohmd the front shock an 
envelope of characteristics is formed and hence a second shock must appear. 


1. Iktrobuctiok 

The problems considered in this paper are those in which a spherical shock is 
expanding into still air with decreasing velocity and strength. The blast produced by 
an explosion will be of this type, and since an explosion is essentially the introduction 
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of a finite mass of fluid in a certain region, it may be represented as a solid sphere 
which expands suddenly into still air but slows down to rest at a finite distance from 
the origin (figure 1). Alternatively, an explosion may be represented as the sudden 
release of a spherical region of uniform high pressure, and this, too, may be investigated 
by the methods to be described. Similarly, the propagation of any progressive wave 
with decreasing amplitude may be treated. 

The theory is analogous to that for supersonic flow past a pointed body of revolu¬ 
tion (Whitham 1950 ). (The direct analogy to the body of revolution is of course 
that of unsteady motion with cylindrical symmetry, for which the results are closely 
similar, for example, the strength of an expanding cylindrical shock at a large 
distance r from the axis is proportional to r~^). In figure 1, OAB is the ' piston curve' 
for an explosion, S is the front shock and is the second shock which is found to 
appear in the flow (§ 5 ). In the (r, t) plane the correspondence to supersonic flow past 
a body is clearly seen; the theory will be developed therefore with constant reference 
to the previous work. 



As before, there is a linearized (acoustic) theory of the motion in which the char¬ 
acteristics are straight and parallel, being lines r — a^t = constant, where is the 
velocity of sound in the undisturbed air. Except for rather weak explosions, fluid 
velocities will be small enough (compared with that of sound) for this to be a good 
approximation only after a short time has elapsed, or at some distance from the 
origin. However, the approximation also becomes less and less valid at large 
distances from the origin, since the characteristics diverge (the wavelets near the 
head of the wave travelhng slightly faster than those near the tail). The correct form 
at large distances is found in § 2 , where the exact equations of motion are solved 
using certain expansions for the velocity and the pressure. These results are used in 
§3 to find the shape of the front shock S in any problem for which there is also 
a second shock, For such a problem, the pressure variation with time at any point 
is approximately as shown in figure 2 , hence it is called an N -wave. In § 4 , the general 
theory at large distances is used to modify the linearized approximation to give 
a theory which is uniformly vahd at all distances from the origin, and in §5 the 
important case of an explosion is considered. 
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A numerical solution for the uniform expansion of a solid sphere has been found 
by Taylor (1946) , and for the case when the velocity of the sphere is small compared 
with that of sound, Lighthill (1948) has given an analytic solution to the problem. 
It is found that a shock of uniform strength (expanding with constant velocity) is 
produced, and behind the shock, physical quantities are constant on lines rjt = con¬ 
stant The problem is necessarily artificial in that the amplitude of the progressive 
wave is maintained to infinity, whereas ultimately the wave 7 nust decay, since the 
sphere must decelerate Then, wavelets are emitted wliich interact with the shock 
producing a decrease of its strength, the attentuation is described in this paper. 



Previous writers (Dumond, Cohen, Panofsky & Deeds 1946, Brinkley & Kirkwood 
1947) have discussed the problem of an attenuating shock but stress that the 
assumptions of adiabatic flow are inadequate and that it is very necessary to take 
into account the entropy increment at the shock, that is, the degradation of energy 
into heat as the wave propagates. In the approach adopted here, it is agreed that this 
shedding of energy occurs, but the author thinks that the results can be obtained 
advantageously without explicit consideration of the phenomenon. The method is 
to find a solution of the equations of i$entro2nc motion (valid at large distances from 
the source) to determine the flow behind the shock, and then the position and 
strength of the shock, required to give this flow, are determined from the Rankine- 
Hugoniot shock relations. It is felt that this method gives a clearer insight into the 
whole problem, fewer assumptions have to be made, and, in addition to finding the 
asymptotic equation of the shock, the flow behind the shook is described and the 
equations of the characteristics, which are important in themselves, are determined. 
Moreover, in the case when the explosion or motion of the sphere is small, the results 
are used to show the connexion of the flow at large distances with that near the 
source and, for example, with the motion of the sphere itself. This is obviously 
desirable, for instance, it enables the constants in the equation of the shock, which 
depend entirely on the initial motion, to be estimated. 

The author is indebted to the referee of the paper for pointing out that, in its 
original form, the presentation was not convincing. The motion of the air is assumed 
to be isentropic, and the isentropic results are used to discuss the non-isentropic 
problem of an attenuating shock, some explanation is clearly required- The method 
is a general one and has been used in the cases of plane waves of one-dimensional 
unsteady flow (Friedrichs 1948), two-dimensional steady supersonic flow (Lighthill 
1944) and supersonic flow past a body of revolution (Whitham 1950); these cases are 
included in the following discussion 

The isentropic equations of motion are used not because the flow is assumed to be 
exactly isentropic but because it is thought that the solution they give will be a good 
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approximation to the correct (non-isentropic) one, since the entropy changes at the 
shock are only of the third order in the strength. This is the only assumption,* and 
the results deduced from it are correct as far as is known, in that they agree with 
those obtained by energy considerations, in which the entropy changes are included 
explicitly. Hence there is some justification for the assumption, the ^isentropic’ 
expressions for the velocity components do give an approximation to the correct 
ones, though it is difficult to estimate the accuracy of the results. 

For the simpler case of plane waves, Lighthill has investigated the accuracy of 
the approach, in a paper to be published roughly simultaneously with this paper. 
A hjrpothesis on the accuracy of Friedrichs’s work is made as follows ^The errors in 
the Friedrichs theory are comparable with the changes produced by altering the 
simple wave in two respects: (i) the specific entropy of the whole wave is altered to 
its known maximum, i.e. by an amount of order the cube of the maximum shock 
strength; (ii) the velocity distribution is altered, say by changing the velocity of the 
piston (continuously, and even after it has actually come to rest) by an amount whose 
ratio to the velocity of sound is of order the cube of the maximum shock strength.’ 
This hypothesis is carefully examined by applying the theory to consideration of 
energy balance, and is substantiated by the checks made on it. 

From this investigation, the Friedrichs theory is justified as a useful approxima¬ 
tion, and therefore there is considerable value in an approach of the same type 
applied to the problem of spherical waves, in which the entropy changes are 
presumably of no greater importance than in the problem of plane waves. The 
accuracy expected is therefore the same as in the above hypothesis, modified to apply 
to spherical waves (e.g. for 'simple wave’ read 'isentropic progressive wave’). 


2. Expaitsions of the physical quantities for large r 
The equation of spherically symmetrical isentropic motion of the air is 


a™ = 9 !^, 2 ^ 1 !^ + 


ldj\‘ 

\0r/ 




( 1 ) 


where (j) is the velocity potential and a is the local velocity of sound given by 
Bernoulli’s equation 

I r^rh I /H/*\ I 

( 2 ) 


a® = as —(y—1) ^ + , 

® ’ dt 2 \dr) ’ 


wliere ao is the velocity ofsotind in the undisturbed air. With M = d^jdt axidv = mdr, 
the equations of motion may be written 


Vt-u^ = 0, 

^v. 


(3) 


+ —[ag-(7-l)M-|(y-l)t;2] = 0. (4) 


* Notice that the angle property ’ in -§ 3 is only quoted as a first order result, but the error 
term is in fact included, and taken account of in the subsequent work. 
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In the linearized theory, cp = f^{a^t-r)jr, hence u and v are of the form 

u — A(^o^~^') 

7 ’ 

_ / ‘fP'ot — r) f^{ci(jt — r) 

a.2 ’ 


(5) 

( 6 ) 


that is, u and v are expanded in negative powers of r with coefhcients constant on each 
approximate characteristic a^t-r = constant. To obtain a solution uniformly vahd 
for large r, expansions for u and u of a similar form are sought with coefficients 
constant on each exact charactenstic z = constant, where z is a function of r and t to 
be determined in the process. Hence u and v are assumed to be of the form 


u = allJ{z)r-^ + g(z)r-^ (7) 
V = - uja^ + af,[b{z) + c(z) +...]. (g) 

Substitution of those in the condition for z = constant to be a characteristic ((10) 
below) suggests a similar expansion* for t: 

a^t = r —zlogr —7i(z) —m(z)r“^—.... (9) 


However, it is found that (7) and (8) require modification (with corresponding 
modification of (9)) in order to satisfy the equations of motion (3) and (4); to do this 
g, b, c, m in the above arc replaced by 

gi(z) log f + 172 ( 2 :), l>^(z) log r + b-fz), Ci(z) log r+C 2 (z), mi(z) log r + m^iz), 

respectively. Now, substituting in (3) and (4) andequating coefficients, andsatisfying 
the condition that z = constant is a characteristic curve of the equations (3) and (4), 
that is along it, 

( gf\2 fjf 

^ \al-{y-L)u-i{r+])v^] + 2vj^-l = 0, ( 10 ) 

the unknown functions are determined in terms of h{z) and certain arbitrary 
constants; (/^(z) is found to be identically zero. The solution is 


u 






( 11 ) 


u 


{Ikz^ + Bf) log r + Pz2 + k{’‘ ^h'{Q 

J 0 


+ ..., 


( 12 ) 


{\kz^ + i?i) logr + K^z^ + l{y + b)B^+ C^'(C) d^+B^ 

a^t = r — z log r — h{z) - - -^- 1-. . •, 

(13) 

where and B 2 , are arbitrary constants, k = 2 /( 7 + 1), = k^ — \k, = f+I/ 2 . 

* The cooffleient of log r in the expansion of r—at large r has been taken equal to z itself 
rather than another function of z, since otherwise z will not be defined explicitly, being only 
required to be constant on the characteristics. 
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3 . The decay of ah iV-WAVE 

The decay of an iV-wave has been mentioned in § 1 and refers here to any problem 
in which a spherical shock S, propagated outwards into still air, is followed by 
another shock Due to interaction with the wavelets in the region between 8 and 
/S is retarded and 8j_ accelerated; the strengths of 8 and Si tend to zero and their 
velocities to the sound velocity Uq as r->oo. 

There are two boundary conditions to be satisfied at a shock, and the most con¬ 
venient forms for these are: (i) the ^angle property’ which says that in the {r^a^t) 
plane, to the first order in the strength of the shock, the angles that the shock makes 
with the characteristics on each side of it are equal, and (li) <{) is continuous at the 
shock, hence ^^4- takes the same value on each side, where U is the velocity of 
the shock. 



Let €q (figure 3) be a characteristic of the undisturbed region ahead of 8, and 
G a characteristic of the region between the shocks, then the equation of G is 

aQt = r-zlogr — h{z) + 0{r~Hogr), z — constant. (14) 

Bor any fixed r, t is bounded because the characteristic must lie between the two 
shocks 8 and Si, hence 2 ; and h{z) are bomided in this region. Let the ec|uation of 
8 be aQt = r —/(r), then from the angle property (i), 

/'(r) = \zr~^-{-0{T~^logf) (15) 

at the shock, and eliminating aQt —r from the equations of C and 8, 

f{r) = zlogr + h{z) + 0{r~Hogr). (16) 

The value of r at a point on the shock can be considered as a function of 2 , the value 
on the characteristic through that point of the shock, then, if this function r{z) is 
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known, (16) gives/as a function of ^ and therefore the equation of S is determined 
with z as parameter Differentiation of (16) with respect to z and substitution for 
f'{r) from (L5) gives 

[zr~^ -h 0 (r “2 log r)] dTjdz + 2 log r = - 2h\z), 


or 

hence 

where 


d[zHogr -\-0{zT-HogT)\ldz = ~2zli'{z), 
z^ log T + 0 ( 2 jr“^ log r) = 2J z}i'{z) dz^- 2zh{z) + 2\{z) + 6^^ 

]i^(z) = f h{z)dz 


and b is an arbitrary constant. Therefore 


logr 



2k{z) 2\{z) 

~—H- 


4 - 0 (r"^ log^r), 


(17) 


and from (16) 


21i 

/ = 7 “ /K-) ■+■ + 0 (f-'i log r ). 

Z 


(18) 


Now, since h{z) is bounded it may be expanded as h ( 0 ) + zlh\0) + 0{z^), and eliminating 
z, the equation of S is 

a^t = r —ftlog^r —7^0)~|6A'(0)log“^r + 0 (log“^r). (19) 

The error term in this is so large that it is not a very satisfactory form of the results, 
if the function li{z) is known the equations (17) and (18), in which the error terms are 
of order with a logarithmic factor, may be used and will give a very much better 
approximation. The velocity U of the shock is the slope of S in the (r, t) plane, hence 
ljU = {dtjdr) = (1 —/'(r)/^«o, and condition (ii) gives — = Oimmediately 

behind S, hence from ( 12 ) = 0 , i ?2 = 

For an N-wave if it were assumed that the flow behind the rear shock returns to 

the original undisturbed state, the equation of ;S\ could be found by exactly the same 

arguments as for >8 to be , . l i 1 . 

^ ao^ == r-h6ilog^r + 0(l), (20) 


where b^ is an arbitrary constant. However, this assumption is not certainly a good 
approximation even at large distances from the origin. Therefore a discussion of the 
rear shock should include a disturbed state beliind it; but then the same difficulties 
are encountered as in the case of the body of revolution, and similar conclusions may 
be drawn. They are not reconsidered here because nothing new can be added, and it 
may be found that, for practical applications to the effect of explosions, the 
assumptions on which equation (20) is based are adequate. 

The excess pressure at a point between the shocks is given by 

that is pIPo = + 0(zh-^), 


where p^ and are the undisturbed pressure and density, and z is determined at the 
point (f, t) from (14). Expanding h{z). 


L 

Po 


2y r — aQt — h{0) 
y-hl rlogr 


+ O(f”^log“^r), 


( 21 ) 
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but, as before, if h{z) is known a better approximation can be found The pressure 
falls linearly with time at a fixed point between the shocks at a rate 

{2yj(y-i-l)}aQr-^log"^r, 

which is independent of the mode of production of the shocks. 

From (17), the value of 2 : on a characteristic which meets the front shock at r is 
O(log-^f); hence as r->-oo, 2 -> 0 . Therefore there exists a characteristic between 
the two shocks, which has the equation a^t^ r —A(0)+ O(f”^logr); it is asymp¬ 
totically a straight line and it does not meet either of the shocks. It may be observed 
that the arguments of this section would be valid for any flow in which some 
characteristic behind the front shock is asymptotically straight, for the presence of 
a rear shock was only used in proving that z and h{z) are bounded on characteristics 
which meet the front shock, and the argument would still apply, since these char¬ 
acteristics must he between the front shock and the straight characteristic. This will 
be used in §5. 


4. COJ^NEXION WITH LINEARIZED THEORY 


In linearized theory, the distribution is assumed to be small and the solution of 
the equations is 


u = 


aim 


V = 


u 




( 22 ) 


(23) 


where a^t — r and the air is assumed to be undisturbed ahead of the characteristic 
^ = 0. The arbitrary function F{^) is determined from boundary conditions or initial 
values. If the disturbance is produced by the motion of a solid sphere, specified by 
T = Ria^t) say, the boundary condition is that on r = R{aQt), d<pldr = v ^ dRjdt] this 
is satisfied by 


m) 


A 

'd^ 




(24) 


neglecting terms of the fifth order in B, R' and R". 

The results of §2, valid for large r, may be written in a form which compares 
directly with (22) and (23) by an appropriate change of the variable z. The arbitrary 
function h{z) must contain a term of the form —zlogd, where d has the dimensions 
of a length, because zlogr occurs in the series; choose y = h[z)-{-z\ogd and suppose 
2 ; is then — k~'^F{y). The results of §2 become 


__ al j^- 




+ 

r r 


u 

V =- a. 


2 

Cv 


+ 


... , 


(B^ + 0{F^))logr+ F(y')dy'+B, + 0{F^) 

Vo 


».2 


4- 


y=aQt~r- k-^F{y) - ■ 


(25) 

(26) 
(27) 
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where is the zero of F{y) (i.e the value on an asymptotically straight characteristic 
Equations ( 22 ) and (23) of linearized theory have the same/orm as (25) and (26) 
if squares of F{;y) are neglected and the arbitrary constants and taken to be 

Clh 


0 and 


F{y')dy' respectively. However, linearized theory fails at large distances 


J 0 

because it uses the approximate characteristic variable ^ instead of the exact one 
y determined by (27). Hence, when the motion of the sphere is small so that by (24) 
F is small (of order where is the maximum velocity of the sphere, say), 
a solution uniformly valid for all r is obtained by taking the linearized approxi¬ 
mation with ^ replaced everywhere by y, and it is sufficient to determine y from 
y = aQt — r — Jc~^F(y)log{9ld). Now, d has not been determined by this method, 
essentially because in this form of the results the variable y is only chosen to be 
constant on an exact characteristic and is not specified precisely However, near the 
body the whole term —k~-^F{y)\og{rld) is 0{8^) and may be neglected, at large 
distances, the exact expression for d, which must be of the order of the maximum 
radius of the sphere (the only fundamental length occurring), is found to be 
unnecessary as follows. In equation (17), 


52 = 0{d^) and z = —k~^F{y) = 0(5^), 

hence log r = 0((5”^). Therefore, the equation deduced for the shock is only applicable 
for log r = again, equation (19) gives the strength of the shock, at a distance 

r to be proportional to br-'^ log"^ r, but the initial strength taken from the case of 
a uniformly expanding sphere (Lighthill 1948 ) is Hence the theory 

only applies at distances r such that logr = For distances of this order 

log d is negligible in comparison with log r. 

Mince the equation of the shock is not valid until distances of order are reached, 
the usefulness of the results of § 3 may be doubted. However, one should observe that 
as the strength of the explosion (and hence (J) increases, the distance at which the 
theory may be applied decreases. Therefore, for strong explosions a good approxima¬ 
tion should be obtained much earher than suggested above. Physically, the 
explanation is that the attenuation of the shock is caused by the accumulated effect 
of sound convection, and this becomes appreciable over a smaller distance for 
a stronger explosion. 


5. Discussion ou an explosion 

The problem of an explosion will be investigated using the above modification of 
linearized theory. This holds strictly only for small motion of the sphere, but is hoped 
to give an adequate guide to the behaviour of strong explosions. In §3 the equation 
of the front shock has been found subject to the condition that there exists a straight 
characteristic in the flow, that this is so for any piston curve may be shown as 
follows. It is clear that either i?(g) has a maximum at a finite value or R\i) > 0 
for all g and R{^) tends to some fixed value iio as g->oo (the latter being the case of 
an explosion). Hence R^{^) R\^) is zero at ^ = 0 , and is zero at tends to zero 
as 00 ; in either case, by Rollers theorem there exists a zero of F(^) = - d{RW)ldi 
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other than ^ = 0. Therefore there exists a straight characteristic in the flow and 
the front shock is given by the results of § 3, with 

62 = - = - 2h-^^^°F(y') dy' = 2k-^Ji^{y^) E'(yo)- (28) 

The question of whether a second shock is in fact formed may be investigated by 
discussing the formation of an envelope of characteristics. Such an envelope is given 
by equations ^ ^ ^ 0 ^ (2!)) 

<^0^1 = +• F{y) log i/^)+ 

in wliich y is a parameter, and it exists for F'{y) <0. For an explosion the form of 
F{y) is shown in figure 4; hence envelopes could be formed by the characteristics 



corresponding to OA and OD. In OA, F(y)<0; therefore from (30) the envelope 
would be a distance O(logr) ahead of the leading undisturbed characteristic whereas 
the shock is O(log^r) ahead. Hence this envelope is not formed, the characteristics 
meet the shock before they meet one another. However, the characteristics from OD 
do actually form an envelope which indicates that a second shock will appear. 

Example. Let the piston curve be = <Jao^/(l + a^t) so that the initial velocity 

of the sphere is Sa^ and the ultimate radius is x (unit length). Then 

F(y) = -~2d^y{l~-y)l{l+y)^ 

(which is of the form shown in figure 4), = 1 and therefore 

62 = 2k-m\l)B'il) = for y = L4. 

The excess pressure falls from the value 0-45(5^r-“^log“^ratm. at the front shock, at 
a rate IT log”^ r atm./sec. until the rear shock is reached, at which presumably 
it returns to a value small in comparison. 
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In conclusion, the representation of an explosion as the release of a spherical 
region of uniform high pressure P is considered. If c is the radius of the initial region, 
the linearized solution is (Jeffreys & Jeffreys 1946 ) 

^ = 5?:: (®0 «-»•)> (31) 


%i P [{aot — rY — c^] 

% ^Po^o 


(32) 


for I a^t — r \ < c and w = « = 0 for | a^t—r | >c; it is already an iV-wave. Modifying 
tliis by the above methods, a uniformly valid solution for all r is 


u = 


^Po^’ 


(33) 


where 


u P {y^ — c^) 

«0 ¥o«o 


(34) 


^J = a^t-r- 


P 

2p^alh 



(35) 


and in this case = —Pc^l4:pQal. The equation of the front shook is 

a^t = r —61og^r + 0 (l), 


whore = (7 + 1 ) Pc^l^p^al, and there is strong indication that the rear 

aot = r + blogir + 0{l). (36) 


T\) obtain the constant terms in the shook equations, higher approximations than the 
acoustic, to the motion near the origin, would presumably need to be known. 
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The application of phase-contrast to the 
ultra-violet microscope 


By E. W. Taylor, Cooke, Troughton and Simms Ltd., York 
{Communicated by Sir Thomas Merton, Treas.R.S.—Received 1 February 1950) 
(This paper has been printed in full m Proceedings B, 137, 332.) 

Abstract 

it has beea shown that the phase-contrast of Zernike may be applied with advantage to 
ultra-violet microscopy and that certam advantages follow: 

(а) In the first place, it furmshes a more certam method than dark-groiuid illumination 
for the visual selection of a suitable field of view, as all structures are more clearly revealed. 

(б) In the second place, it furnishes a new means whereby structural details that give rise 
to a change of phase m the transmitted radiations may be photographed in contrast, oven 
under conditions when selective absorption does not take place. 

(c) In the third place, it is possible, after having solocto(i a suitable field by means of 
visual phase-contrast, to photograpii the same field in ultra-violet light and then to turn 
once agam to the visual phase-contrast image to make certain that the exposure hais not 
caused damage to a livmg organism 

A series of explanatory photographs has been taken covering a wide range of biological 
objects. These show that the method is sensitive to miniito changes in jihaso, and that the 
resultmg images are characterized by good contrast Details are reviudod that cannot bo 
brought out by normal methods, as will be clear from a close study of the pairs of photograjihs 
which accompany this paper. In selecting these it was thought necessary to avoid very fine 
detail and delicate shades of contrast that would bo lost in the process of reproduction 
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